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PREFACE TO THE FOURTH REVISED EDITION. 



In this edition the text has been mostly rewritten, to bring in the later results and to 
agree with fuller experience. The metalloids and acids have received more adequate 
treatment, and throughout the work the descriptive chemistry has been enlarged, in 
systematic arrangement, 'i'o gain room for these additions, some verbal condensation 
has been made all through the book, and such matter as could best be spared, including 
the introductory chapter, has been omitted. With a design to keep within previous 
limits ef size, the edition is only 12 pages larger than the previous one. 

In the preface to the first edition it was said to be the chief object in the work '* to 
aid the student in gaining accurate acquaintance with the facts whereby analyses are 
made, and a clear understanding of the co-ordination of these factt> — the principles of ana- 
lysis." And the authors still believe that the best study of analytical chemistry is among 
the best of the methods for the study of general chemistry.^ In this edition, with the 
purpose to bring together varied resources of analysis for co-operation with each other, 
to a wider knowledge of chemical reactions, the chief plans for quantitative analysis 
have been introduced. These are in no case to be resorted to as directions for quanti- 
tative operations, which require a strict control of details not presented in this work. 
With the same purpose, under a like limitation, the leading methods of preparation or of 
manufacture of compounds are indicated, in order following the statements of ** sources '* 
in chemical description. 

The special treatment of reactions of oxidation and reduction was introduced by one 
of the present authors in the third revised edition, and is now extended through the text 
upon metalloids and acids. The use of negative as well as positive units of valence has 
been found most helpful for the statement of reactions of oxidation, and is now offered, 
in its proper notation, where required throughout Part II., but this additional notation 
will not in the least embarrass readers who would omit it. 

The first edition of this work appeared in 1878, the second revised edition in 1876, 
and the third in 1886. With the first edition were incorporated the Tables for Qualitative 
Analysis by Professor Silas H. Douglas, editions of which had appeared in 1864, 1865, 
and 1868. Professor Douglas having some years since retired from engagements in 
chemistry^ and being by his long and most valuable services in chemical education well 
entitled to release, now withdraws his name from the authorship of this work. 

THS CmDOCAL LaBOSATOBT of THB UNIVXHSITT of MlCHIOAir, 

Aagnit, 1888. 
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THE NOTATION OF METALLIC COMPOUNDS. 



ACIDS. 

An acid is a salt of hydrogen. It consists of an Add Radical,* united 
with hydrogen which can be exchanged for a metal, this being the forma-, 
tion of a salt. The hydrogen is the base of the acid, as the metal is ifhe 
base of the salt. Sulphuric acid, for instance, is sometimes written hydro- 
gen sulphate. Oxacids are those whose radicals contain oxygen, as "HNO^l 
Hydradds are those whose radicals have no oxygen, as HCl ; their names 
begin with hydr and end with ic^ and the names of their salts end in ide. 
The Anhydride of an oxacid is what remains after removing from the acid 
its basic H, and enough O to form H,0 with the H. Thus, the anhydride 
of H,SO^ is SO,, and carbonic anhydride is CO,, carbonic acid being 
H,CO,. Acids whose molecules contain but one atom of basal hydrogen 
are termed mo9iobasic, as HNO, and HCl ; those with two atoms of hydro- 
gen in the molecule, dibasic, as H,SO^ and H,S ; those with three hydro- 
gen atoms, tribasic, as H,FO^ ; etc. Some of the more important acids are 
given in the following .list : 



HCl, 


hydrochloric 


acid, 


hydrogen chloride, or hydric chloride. 


HdO., 


chloric 


iC 


tt 


chlorate. 


tt 


chlorate. 


HBr, 


hydrobromic 


it 


tt 


bromide. 


tt 


bromide. 


HBrO^ 


bromic 


it 


tt 


bromate, 


tt 


bromate. 


HI, 


hydriodic 


it 


tt 


iodide, 


tt 


iodide. 


HIO., 


iodic 


it 


tt 


iodate. 


tt 


iodate. 


HJIO,, 


nitric 


it 


tt 


nitrate, 


tt 


nitrate. 


H,S, 


hydrosulphuric 


tt 


tt 


sulphide, 


tt 


sulphide. 


H,SO^ 


sulphuric 


tt 


tt 


sulphate. 


tt 


sulphate. 


H,SO., 


sulphurousf 


(t 


tt 


sulphite,! 


tt 


sulphite, f 


H,CO., 


carbonic 


t( 


tt 


carbonate. 


tt 


carbonate. 


H,CrO„ 


chromic 


tt 


tt 


chromate. 


ft 


chromate. 


H.PO., 


phosphoric 


tt 


tt 


phosphate, 


tt 


phosphate. 


H,A80^ 


arsenic 


tt 


tt 


arseniate. 


tt 


arseniate. 


H,AaO., 


arsenious 


tt 


tt 


arsenite. 


tt 


arsenite. 


H,Pe,(car),„ 


hydroferricyanic ** 


tt 


ferricyanide. 


tt 


ferricyanide* 


H.Pe(CJ!J)., 


hydroferrocyanic " 


tt 


ferrocyanide, 


tt 


ferrocyanide. 


HCAO., 


acetic 


tt 


tt 


acetate, 


tt 


acetate. 


H.C.O,, 


oxalic 


ti 


tt 


oxalate. 


tt 


oxalate. 



^ The tenn Radical fa applied to a group of atoms which retaina ita inte^ty while transferred fh>m 
one molecnle to another. 

t Oxacids whoae names end in ie form aalta with names ending; in o^ ; while thoae, containing less oxy- 
gen, whose namee end in (nM, make salts having names ending in iU, 





10 Metals. 

An acid radical is the group which remains after removing all of the 

hydrogen from an acid : NO, is nitric acid radical, FO^ is phosphoric acid 
radical. Exception — Some organic acids retain a part of their hydrogen in 
the radical ; thus, acetic acid I'adical is C,H,0,. 

METALS. 

Of these the more important are giyen in this list. The accents indi* 
cate bonds, Talencci or quantivalence : 

First Group. 

 

Ag' the base of silver or argentic salts. 

Pb" " lead ** plumbic " 

(Hg,)" " mercurous ^* 

Second Group. 

Bn" the base of stannous salta 

Sn*^ " stannic " 
Sb'" " antimonous " 

Sb^ ** antimonic *' 
As'" found in arsenious compounds. 
As^ " arsenic ** 

Hg'' the base of mercuric salts. 

Bi'" *' bismuth or bismuthous " 

(Cu,)" " cuprous ** 

Cu" " cupric '' 

Cd" *' cadmium or cadinic " 

TTiird Group. 

Fe" the base of ferrous salts. 

(Fe,)^ «< ferric " 

Or" " chromous " 

(Cr,)^ " chromic " 

(Al,)^* " aluminium or aluminic " 

Co" " cobaltous " 

(CJoJvi €€ cobaltic " 

Ni" ** nickel or nickelous " 

Mn" " manganous " 

(Mn,)^ *' manganic " 

Zn" *' zinc or zincic " 

Fourth Group. 

Bb," the base of barium or baric salts. 

Sr" " strontium " strontic '* 

Ca" " calcium ** calcic " 



Normal Salts. 11 

Fifth Group. 

Mg" the base of magnesium or magnesic salts. 

K! ^^ potassium ^' potassic ** 

Na' " sodium " sodic " 

(NHJ' a radical, the base of ammonium or ammonic salts. 

If a metal forms two classes of salts^ the one haying the less number of 
bonds ends in ous^ and that having the greater finds in ic. 

The bonds of acid radicals are shown by the number of atoms of (dis- 
placeable) hydrogen which the acid contains — e.^., phosphoric acid, H,PO^ ; 
phosphoric acid radical, (POJ'". 



NOBMAL SALTS. 

An inorganic normal salt consists of a metal and an acid radical. The 
whole number of bonds of the metal is equal to the whole number of bonds 
of the acid radical. Thus in bismuth sulphate, Bi'",(SOj''„ each atom of 
bismuth has three bonds, making six in all, and each group of the acid 
radical, (SO J'', has two bonds, making six in all, and equal to those of the 
metaL The equality of the bonds may be easily understood in the follow- 
ing examples of normal salts : 

Sn"(KO,)\, stannous nitrate. 

Ca",(POJ'"„ calcium phosphate. 

Ba''(IO,)'„ barium iodate. 

Bi"',(C,oj"„ bismuth oxalate. 

Bi"\(Pe(CN),) „ . bismuth ferrocyanide. 
K',S'', potassium sulphide. 

Bi'",(SO.)", bismuth sulphite. 

As has been stated, if a metal forms two classes of salts, that having the 
less number of bonds ends in ous, and the higher in ic : thus, SnCl,, stan- 
nous chloride ; SnCl«, stannic chloride. In such cases only one name can 
be used. 

On the other hand, if a metal forms only one class of salts, then good 
usage will permit us to employ either of the three systems of nomenclature, 
as follows : 

BaSO^y barium sulphate, baric sulphate, or sulphate of barium. 
Ag^Sy silver sulphide, argentic sulphide, or sulphide of silver. 
Such names as sulphate of potash for K,SO^, and sulphate of lime for 
GaSO^, were formerly admissible, but are now almost obsolete. 

In seven instances, as given above (Hg,)", (Cu,)", (Al,)^, (Fo,)^» (^i)'^» 
(Co,)^^ (Mn,)^^, the atoms of the metal are always written in pairs, never 



12 Acid Salts. 

siogly and neyer with an odd number of atoms. Tbns^ ferric chloride is 
not FeCl„ bat Fe,Gl, ; and mercurous phosphate is not Hg,PO^, bat 
Hg.(POj3.* 

Second Explanation of the Method of Writing Normal Salts. 

Take as many atoms of the metal as the acid radical has bonds^ and as 
many molecules of the acid radical as the metal has bonds ; then reduce to 
lowest terms. In this way bismuth phosphate would be Bi,(FO^)„ and, re- 
duced to lowest termsy BiFO^. This plan is easier for beginners, but is less 
scientific and does not so easily explain acid and basic salts. 

ACID SALTS. 

An acid salt contains hydrogen, and its bonds must be added to those of 
the metal. The sum is then equal to the bonds of the acid radical — e.g. : 
ll'a',H'(POj'", disodium hydrogen phosphate. 
KaH,FO^, sodium dihydrogen phosphate. 

Cu^H,(A80J^, pentacupric dihydrogen tetra-arsenate. 
Pe,H,(POj,, hexaferric trihydrogen heptaphosphate. 
Mn,H,(FOj^9 pentamanganous dihydrogen tetraphosphate. 
Cu,H,(POj,9 octocupric dihydrogen hexapbosphate. 

BASIC SALTS. 

Basic salts contain oxygen or hydroxyl, or both, the bonds of which 
must be added to those of the acid radical, and the sum will always be 
equal to the whole number of bonds of the metal. 

Zn,(OH),(CO,),, pentazincic hexahydrate dicarbonate. 

Bi,0,CO„ dibismuth dioxide carbonate. 

Zn,Oj(CO,)„ octozincic pentaoxide tricarbonate. 

Bi,0,(CrOj„ hexabismuth heptaoxide dichromate. 

Pe^OjSO^, tetraferric pentaoxide sulphate. 

These names are formidable for the beginner, but no other plan seems to 
indicate by the name the precise composition of the salt. 

The second method, which is the one more commonly employed, is to con- 
sider a basic salt as a combination of a normal salt with an oxide or a hy- 
drate, written consecutively and separated by commas. 

« From evideDcee which need not be cited at this rtage of stady, chemists in general regard the first two 
as dyads and the other six as tetrads. That is to say, in the cases jast mentioned the common strnctnral 
formula of chemists recognise that val^ice is in exercise between atoms of the same element. Thas ferric 

Ol 01 

chloride is written CI Fe— Fe 01, recognizing iron as "'VB—Ve"\ And it Is to be remembered that mo> 

01 01 

lecnlar formnls shoold agrae with the molecular weights, which are deduced chiefly from physical constants. 
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The third method is to write the basic salt as an oxide, followed by the 
anhydride. The three methods may be compared thus : 
Tetrazincic trioxide sulphate, 

Zn^O,SO^ = SZnOyZnSO^ = 4ZnO,SO,. 
Octozincic heptaoxide sulphate, 

Zn^O.SO, = 7ZnO,ZnSO, = 8ZnO,SO,. 
Hexabismuth hexaoxide tricarbonate, 

^i.O.(CO.). = 2Bi.O.,Bi.(CO.). = 3Bi.O.CX>.. 



A Hydroxide is composed of hydroxyl, (OH)', and a metal — e.g., K'OH, 
Ba"(OH)„ Bi'"(OH),. 

Formerly hydroxides were called hydrates, and, as many authors still 
Qse the old name, its occasional use in this work will be understood. 



THE CHEMICAL ELEMENTS. 



Aluminium.. 
Antimony... 

Arsenic 

Barium 

Beryllium. . . 

Bismuth 

Boron 

Bromine. . . . 
Cadmium. .. 

CsBsium 

Calcium . . . . 

Carbon 

Cerium 

Chlorine 

Chromium. . 

Cobalt 

Copper 

Decipium.. . 
Didymium.. . 

Erbium 

Fluorine. . . . 

Gallium 

Germanium. . 

Gold 

Hydrogen. . . 

Indium 

Iodine 

Iridium 

Iron 

Lanthanum. 

Lead 

Lithium. ... 
Magnesium., 
Manganese. . 
Mercury.... 
Molybdenum 



Al 
Sb 
As 
Ba 



Bi 

B 



Od 

Os 

Oa 

O 

Oe 

Ol 

Or 

Oo 

Oa 

sr 



p 
aa 

Or 

An 

H 

In 

I 

Ir 

Fe 

lia 

Pb 

U 

Mg 

Mn 

Hg 

Mo 



Atoxio Wbiobts. 


i 


and 
bcrt. 




g 3 






ft( 


ij 


27.009 


27.04 


119.955 


119.6 


74.918 


74.9 


136.763 


136.86 


9.085 


9.08 


207.523 


207.5 


10.941 


10.9 


79.768 


79.76 


111.835 


111.7 


132.583 


132.7 


39.990 


39.91 


11.9736 


11.97 


140.424 


141.2 


35.370 


35.37 


52.009 


52.45 


58.887 


58.6 


63.173 

* 


63.18 


142.121 


iislo* * 


165.891 


166. 


18.984 


19.06 


68.854 


69.9 


72.32t 




196.155 


196.2 


1.000 


1. 


113.398 


113.4 


126.557 


126.54 


192.651 


192.5 


55.918 


55.88 


138.019 


138.5 


206.471 


206.39 


7.0073 


7.01 


23.959 


23.94 


54.855 


64.8 


199.7)2 


199.8 


95.527 


95.9 



Nickel 

Niobium... 
Nitrogen... 
Norwegium 
Osmium.. . 
Oxygen . . . . 
Palladium.. 
Phosphorus 
Platinum . . 
Potassium. . 
Rhodium.. . 
Rubidium. . 
Ruthenium. 
Samarium.. 
Scandium. . 
Selenium. . . 

Silicon 

Silver 

Sodium...., 
Strontium.. 
Sulphur. . . 
Tantalum.. 
Tellurium. . 
Terbium. . . 
Thallium.. 
Thorium. . . 

Tin 

Titanium. . 
Tungsten... 
Uranium... 
Vanadium. . 
Ytterbium . 
Yttrium. . . . 

Zinc 

Zirconium.. 



Ni 

Nb 

N 

Os 

O 

Pd 

P 

Pt 

K 

Rh 

Rb 

Ru 

Sm 

Sc 

Se 

Si 

Ag 

Na 

Sr 

S 

Ta 

Te 

Tr 

Tl 

Th 

Sn 

Tl 

W 

u 

V 

Yb 

Y 

Zn 

Zr 



Atoxic Weights. 






57.928 
93.812 
14.0210 

t 

198.494 

15.9633 

105. rS7 

30.958 

194.415 

39.019 

104.055 

85.251 

104.217 

149.801 

43.980 

78.7y7 

28.195 

107.675 

22.998 

87.374 

81.984 

182.144 

127.960 

5^ 



•gtf 

k 9 

^* 



58.6 
93.7 
14.01 



203.715 

232.020 

117.698 

47.980 

183.610 

238.482 

51.256 

172.761 

88.900 

64.9045 

89.367 



195. 

15.96 
106.2 

80.96 
194.3 

39.03 
104.1 

85.2 
103.5 

43!97' 

78.87 

28.0 

107.66 
22.995 
87.3 
31 98 

182. 

127.7 



203.7 
281.96 
117.35 
50.25 
183.6 
239.8 
51.1 
172.6 
89.6 
64.88 
90.4 



The discovery of a few other elements has recently been announced. It is hoped 
that more accurate inyestigatlons will soon place their existence beyond doubt. For list 
of new elements announced see a report by H. C. fiolton, *' Trans. N. Y. Acad. Sci- 
ences," Vol. V. 



• Probably 171, Delafontaine. 
t Winkler, 1888. 
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X Probably 818.98, DahU. 
I 148.S, Haiignac. 



A Course in Qualitative Analysis. 15 

OHDEB OF STUDY. 

The order of stady of qnnlitative analjsiB, in the laboratory uider the aathora* charge, varied from year 
to year, ia at this time about as follows : Preparatory— a drill in " writing salts/ ^ to memorize qoantivaleDce 
and make the notation familiar. Then, FIRST, a study of the solubilities of metallic salts and hydrates^ 
namely : A^ obtaining all the precipitates by potasBluxn hydrate or sodiom hydratOf with the metal» 
of snccesdve groups, then the same with amxnoxiiiiin hydrate, the student writing equations for all pre- 
cipitates. B, Obtaining the precipitates by potassium carbonate, with the successive bases, and formu- 
lating the changes. In the same way the students work out the precipitates with, C, the euii^atea ; D^ 
the sulphites ; E, free valphurons acid ; F, ammonium stilphide ; O, hydrosulphiirio add ; 
J7, common sodium phosphate ; /, free phosphoric acid ; «/, chlorides ; A", bromides ; Ly 
iodides ; '3f, iodates ; N, potassium dichromate ; 0, ammonium oxalate. SECOND, a study of 
the analytical reactions of each base, and then, for the first, practice in the separation of metals from each 
other, taking them in the order of their groups. THIRD, the analytical reactions of each acid, and then the 
separations of acids. FOURTH, practice with synthetic operations, devised by the student, for required 
products, with given materials — equations of all changes being given by the student. Thus, required to 
make lead sulphide, taking the lead from the metallic state, and the sulphur from calcium sulphate. At this- 
point a full examination is held, and qualification upon all the work passed over is required before going 
further. FIFTH, the analysis of unknown solid mixtures, each containing from two to seven compounds. 
The combination of each base, in the greater number, to be determined by the action of solvents upon the 
mixture. Reports received after analyses of each ten; and results of first and second reports preserved. 
SIXTH, the analysis of mixtures in solution, mostly involving the action of oxidizing and reducing agents. 
Lastly, a final examination. There is a daily recitation, with the daily laboratory work. 



PART I.-THE METALS. 



1. dassifloation of Metals or Bases.— In chemical analysis, the metali 
are commonly divided into five groups, according to their deportment, in 
solution of their salts, with certain general reagents, as follows : 

1. Those metals forming chlorides insoluble in water are precipitated 
from the solutions of their salts by the first group reagent, hydrochloric 
«ad:Pb,Ag,(Hg,)". 

II. Metals which are not precipitated by the first group reagent (hydro- 
chloric acid), but are precipitated by the second group reagent, which is 
hydrosulphuric acid slightly acidulated with hydrochloric acid: Sn, 8b, 
As, Hg", Bi, Cu, Cd, Fb. Lead chloride is slightly soluble in water ; hence 
only a part of the lead is precipitated in the first group, and the remainder 
in the second. 

III. Metals which are not precipitated by the first or second group re- 
agents, but by ammonium hydroxide and sulphide in presence of ammo* 
nium chloride : Fe, Cr, Al, Co, Ni, Mn, Zn. 

IV. Those metals which ai*e not precipitated by the first, second^ or 
third group reagents, but by ammonium carbonate in presence of ammo* 
nium hydroxide and ammonium chloride : Ba, Sr, Ca. 

v. Metals which are not precipitated by the reagents of the preceding 
groups : Mg, K, Na, NH^. 

Only the more common metals are here given. The position of the 
rarer metals in the five groups is given later. 

2. The group reagents of the second group will precipitate the metals 
of the first group. The group reagents of the third group will precipitate 
the metals of the first two groups, except 8n, 8b, and As, which are soluble 
in excess of ammonium sulphide. The fourth group reagents will precipi- 
tate the metals of the first three groups, except Ag, Cu, As, Cd, Co, Ki, Zn, 
Mn. AiEter filtering out a group precipitate, the reagent which produced it 
should be added to the filtrate to insure its entire removal, before testing 
for the next group. 
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8. Magnesium, Mg" = 23.959 An Alkaliue Earth Metal. 

The Alkali Metals. 



. K' = 39.019 Lithium, . . Li'=» 7.0073 
Sodium, . . . Na' = 22.998 Rubidium,. . Bb' = 85.251 

. (KHJ CteBBium, . . Ca' = 132.583 
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4. The metals of the alkalies are highly combustible, oxidizing quickly 
in the air, displacing the hydrogen of water even more rapidly than zinc 
or iron displaces the hydrogen of acids, and displacing uon-ulkali metals 
from their oxides and salts. As elements they are very strong reducing 
agents, while their compounds are very stable, and not liable to either re- 
duction or oxidation by ordinary means. The five metals, Cs, Bb, K, Ka, 
Iii, present a gradation of electro-positive or basic power, cassium being * 
strongest, and the others decreasing in the order of their atomic weights,. 
lithium decomposing water with less violence than the others. Tiieir speci- 
fic gravities decrease,* their fusing points rise, and as carbonates their sol- 
ubilities lessen, in the same order. In solubility of the phosphate, also, lith- 
inm approaches the character of an alkaline earth. 

Ammonium is the basal radical of ammonium salts, and as such has 
many of the characteristics of an alkali metal. The water solution of the 
gas ammonia, NH, (an anhydride), from analogy is supposed to contain 
ammonium hydrate, inipH, known as the volatile alkali. Potassium and 
fiodiam hydrates are the fixed alkalies in common use. 

5. The alkalies are very soluble in water, and all the important salts of 
the alkali metals (including NHJ are soluble in water, not excepting their 
carbonates, phosphates (except lithium), and silicates ; while all other 
metals form hydrates or oxides, either insoluble or sparingly soluble, and 
carbonates, phosphates, silicates, and certain other salts quite insoluble in 
water. 

Their compounds being nearly all soluble, the alkali metals are not pre- 
cipitated by ordinary reagents, and, with few exceptions, their salts do not 
precipitate each other. In analysis, they are mostly separated from other 
metals by non-precipitation. 

e. In accordance with the insolubility in water of the non-alkali hy- 
drates and oxides, the alkali hydrates precipitate all non-alkali metals, ex- 
cept that ammonium hydrate does not precipitate barium, strontium, and 
calcium. These precipitates are hydrates, except those of mercury, silver, 
and antimony. 

• Except those of potaasiom (0.86B) and sodium (O.WS). 
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But certain of the non-alkali hydrates and oxides, though insoluble in 
water, dissolve in solutions of alkalies ; hence, when added in excess, the 
alkalies redissolve the precipitates they at first produce with salts of certain 
metals, viz. : the hydrates of Fb, Sn, Sb, Zn, Al, and Cr dissolve in the 
fixed alkalies ; and oxide of Ag and hydroxides of Cu, Zn, Co, and Ni dis- 
solve in the volatile alkali. 



PredpitatlonB by Alkali Hydroxides (KOH, NaOH, and JSTHfiH). 

Note the color of the precipitates. For a full statement of the composition of the 
precipitates, as obtained under different conditions, see the text for the several metals. 
At certain stages in the addition of alkalies, basic salts of numerous metals are formed. 
The proportion of hydroxyl is reduced by elevation of temperature, short of that of boil* 
ing water, in many instances; thus Ou(OH)i is changed to OQ«Ot(OH)a, and at 100** C. to 
OaO. 

Barium hydrate, Ba(OH),, not caused by NH^OH, sol. in 20 parts water. 



Strontium 


M 


Calcium 


«< 


Magnesium 


tt 


Aluminium 


U 


Chromium 


It 


Ferrous 


tl 


Ferrio 


tt 


Manganous 


it 


Manganic 


tt 


Cobalt 


tt 


Nickel 


tt 


Zinc 


tt 


Copper 


tt 


Cadmium 


tt 


Bismuth 


tt 


Lead 


tt 



t( 



i< 



f( 



Sr(OH)„ " " " 60 

Ca(OH)„ " " " 700 

Mg(OH)„ soluble by NH.Cl, sol. in 6,000 

Al,(OH),9 soluble in excess of fixed alkali hydrates. 

Cr,(OH),, soluble in cold sol. of fixed alkali, precipitat* 

ed on boiling. 

Fe(OH)„ slightly soluble by NH^Gl. Oxidizes in air. 

Fe,(OH), 

Mn(OH),y soluble by NH.Cl. Oxidizes in air. 

Mn.(OH).. 

Co(OH)„ soluble in excess of NH^OH, and by NH^CL 

Ni(OH)„ " " " " 

Zn(OH)„ soluble in both fixed and volatile alkalies. 

Cu(OH)„ soluble in NH.OH (with blue color). 

Cd(OH)„ ** *' (colorless). 

Bi(OH),. 

Pb(OH)„ soluble in excess fixed alkalies. 
Silver oxide, Ag,0, soluble in excess NH^OH. 
Merourous oxide, Hg,0 (by fixed alkalies). 
Merourous-ammonium chloride, NH,Hg,Cl, from Hg,Cl, by NH^OH. 
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oxide, HgO (by fixed alkalies). 
Merour-ammonium ohloride, NH,HgCl, from HgCl, by NH^OH. 
Antimonioufl oxide, Sb^O^, soluble in excess fixed alkalies. 
Stannous hydrate, Sn(OH) '' '' '' 
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Stannic <' Sn(OH),, 

7. Solutions of the alkalies are caustic to the taste and touchy and turn 
red litmus blue ; also, the carbonates, acid carbonates, normal phosphates, 
and. some other salts of the alkali metals, give the '^ alkaline reaction '' 
with tmk papers. Sodium nitroferrioyanide, with hydrogen sulphide, 
gives a delicate inaction. 

8. The hydrates aal normal carbonates of the alkali metals are not de- 
composed by heat alone (aa are those of other metals), and these metals 
form the only acid carbonates oMained in the solid state. 

9. The fixed alkalies, likewise mauy of their salts, melt on platinum 
foil in t|ie flame, and slqwly vaporize at a bright red heat (distiuction from 
magnesia). All salts of ammonium, by a careltgd evaporation of their solu- 
tions on platinum foil, may be obtained in a sohd residue, which rapidly 
vaporizes, wholly or partly, below a red heat (distinction from fixed alkali 
metals and magnesium). 

10. The hydrates of the fixed alkali metals, and tliose of their salts most 
volatile at a red heat, preferably their chlorides, impart strongly character- 
istic colors to a non-luminous flame, and give well-defined spectra with the 
spectroscope. 

POTASSIUM. K = 39.019. 

11. Specific gravity 0.865 (Gay-Lussac). Puses ateS.S'' 0. (Bunsen). 
Boils at 719°-731^ C. (Carnblley). 

12. Preparation. — From the carbonate by fusion with carbon. Also 
made by electrolysis of the hydroxide. A white metal, brittle at 0° C, above 
that temperature soft like wax. It forms two oxides — the peroxide, K,0^, 
which has no corresponding salts, and potassium oxide, K,0. The so- 
called suboxide is a mixture of the oxide and metallic potassium (Lup- 
ton).* 

13. The hydrate, carbonate, dimetallic phosphate, sulphite, nitrite, ace- 
tate, and normal tartrate are deliquescent. 

14. None of the potassium salts are quite insoluble in water ; the pla- 
tinic chloride, acid tartrate, silico-fluoride, picrate, phosphomolybdate, and 
per-chlorate, being only slightly soluble in water, and quite insoluble in al- 
cohol. The chlorate is but sparingly soluble in cold water, and nearly 

*j9ur. Chem, Soc., 1878: 8, 666. 
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insoluble in alcohol Also, the carbonate and sulphate are insoluble in al- 
cohol. 

16. In ordinary qualitatire analysis, potaaiinm oompouiidi are identified 

by their flame-color, using blue glass to exclude the color of the sodium- 
flame ; also by precipitation of potassium acid tartrate in alcoholic acidified 
solution, or of potassium platinic chloride. Both these precipitations are 
used in quantitative analysis. 

16. Platinic Chloride (PtCIJ, added to neutral or acid solutions not 
too dilute, with hydrochloric acid if the compound be not a chloride, preci- 
pitates potassium platinic chlorids, (KCI),PtCl^, crystalline, yellow. Non- 
alkali bases also precipitate this reagent, and if present must be removed 
before this test. The precipitate is soluble in 19 parts of boiling water, or 
111 parts of water at 10° C. Minute proportions are detected by evaporat- 
ing the solution with the reagent nearly to dryness, on the water-bath, and 
then dissolving in alcohol ; the yellow crystalline precipitate, octahedral, re- 
mains undissolved, and may be identified under the microscoiie. 

17. Tartaric add {HjOJlfi^), or more readily sodium hydrogen tartrate 
(NaH C^H^OJ, precipitates, from solutions sufficiently concentrated, potas- 
stum hydrogen tartrate, KHC^H^O,, granular-crystalline. If the solution 
be alkaline, tartaric acid should be added to strong acid reaction. The test 
must be made in absence of non-alkalin bases. Tiie precipitate is increased 
by agitation, and by addition of alcohol. It is dissolved by fifteen parts 
of boiling water or eighty-nine parts water at 25** C, by mineral acids, by 
solution of borax, and by alkalies, which form the more soluble normal 
tartrate, K,C,H,0„ but not by acetic acid, or at all by alcohol of fifty 
per cent. 

18. Ficrio add, HC,H,(NO,),0, precipitates, from solutions not very 
dilute, the yellow, crystalline potassium picrate, KC,H,(NO,),0, insoluble 
in alcohol, by help of which it is formed in dilute solutions. The dried pre- 
cipitate detonates strongly when heated. 

19. It will be observed that ammonium salts form precipitates with plati- 
nic chloride and with tartaric acid, closely resembling those formed with 
salts of potassium, but the latter is the only fixed alkali which is precipi- 
tated by these reagents. 

20. Potassium compounds color the flame violet. A little of the solid 
substance, or residue by evaporation, moistened with hydrochloric acid, is 
brought on a platinum wire into a non-luminous flame. The wire should 
be previously moistened with hydrochloric acid, and held in the flame until 
it does not color. The presence of veiy small quantities of sodium enables 
its yellow flame completely to obscure the violet of potassium ; but owing to 
the greater volatility of the latter metal, flashes of violet are sometimes seen 
on the first introduction of the wire, or at the border of the flame, or in its 
base, even when enough sodium is present to conceal the violet at full heat. 
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Silicates may be fused with pure gypsum^ giving yapor of potassium sul- 
phate. The interpositiou of u blue glass, or prism filled with indigo solu- 
tibn, sufficiently thick, entirely cuts off the yellow light of sodium, and en- 
ables the potassium flame to be seen. The red rays of the lithium flame are 
also intercepted by tlie blue glass or indigo prism, a thicker stratum being 
required than for sodium. If organic substances are present, giving lumi- 
nosity to the flame, they must be removed by ignition. Certain non-alkali 
bases interfere with the examination, 

21. The volatile potassium compounds, when placed in the flame, give a 
widely-extended continuous apectrum^ containing two characteristic lines ; 
one line, K a, situated in the outermost red, and a second line, X/?, far in 
the violet rays at the other end of the spectrum. 

22. Oxidation. — Potassium does not oxidize in perfectly dry air. Ox- 
idizes rapidly in moist air, and when thrown upon water bursts into flame. 
By the aid of heat it reduces the oxides of carbon, phosphorus, and nitro- 
gen to the free elements, and similarly reduces to the metallic state all the 
oxides of lead, silver, mercury, tin, antimony, arsenic, bismuth, copper, 
cadmium, zinc, manganese, cobalt, nickel, iron, and the oxides of many of 
the rarer metals, 

SODIUM. Ka = 22.998. 

28. Specific gravity .972 (Gay-Lussac). Fuses at 95.6° 0. (Bunsen). 

Preparation. — (1) By igniting the carbonate with cai-bon ; (2) by ignit- 
ing the hydroxide with metallic iron ; (3) by electrolysis. 

24. A white, soft metal, resembling potassium in its properties, and, 
being cheaper, is in greater demand. Sodium forms two oxides, Ka,0 and 
a peroxide, Na,0,. 

26. Of ordinary compounds of sodium, only the hydrate, nitrate, and 
chlorate are deliquesoent. The carbonate (10 a^.), sulphate (10 ag.), sul- 
phite (8 aq.), phosphate (12 ag.), and acetate (3 a^.), are efflorescent. 

26. The salts of sodium are freely soluble in wa^er, except the metanti- 
moniate and the silico-fluoride, the latter being sparingly soluble. 

27. Sodium is identified chiefly by its flame-color (30), and by non-pre- 
cipitation with various reagents. Its soluble salts are weighed in gravi- 
metric operations. 

28. Solution of potassium metantimoniate (ESbOj produces, in neutral 
or alkaline solutions, a slow-forming, white, crystalline precipitate, NaSbO,» 
almost insoluble in cold water. The reagent must be carefully prepareil 
and dissolved when required, as it is not permanent in solution. (See 
under Antimonic Acid.) 

29. Sodium platinic chloride, (KaCl),PtCl^, drystallizes from its con- 
centrared solutions in red prisms, or prismatic needles (distinction from 
potassium or ammonium). A drop of the solution to be tested id slightly 
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acidijSed with hydrochloric acid from the point of a glass rod on a slip of 
glass, treated with two drops of solution of platinic chloride, left a short 
time for spontaneoas evapomtion and crystallization, and observed under 
the microscope. 

80. Sodium compounds color the flame intensely ^e//o?(^ — the color being 
scarcely affected by potassium (at full heat), 1)ut modified to orange-red by 
much lithium, and readily intercepted by blue glass« Infusible com|>ounds 
may be ignited with calcium sulphate. The test is interfered with by some 
non-alkali bases. 

31. The spectrom of sodium consists of a single band, Ka or, at Fraun- 
hofer's line D, in the yellow of the solar spectrum. 

32. The amount of sodium in the atmosphere, and in the larger num* 
ber of substances designed to b^ '' chemically pure," is sufficient to give a 
distinct but evanescent yellow color to the flame and spectrum. 

33. Oxidation. — Sodium, in its reducing power, is similar to potassium, 
but a little less rapid in its action. 

AMMONIUM. 

34. Speciflc gravity of NH, gas, 0.5901 (Davy); of the liquid, 0.6234 
(Jolly). The liquid melts at -75° C. (Fauaday); boils at -38.5° C. 
(Regnault). 

35. The anhydride, ammonia (NflJ, gaseous at common temperatures, 
dissolves in twice its weight of cold water, forming a volatile solution 
lighter than water. 

36. The " sesquicarbonate,'* (^N1^«)4H:,(C0,), (1 aq.), or tetra-ammo- 
nium dihydrogen tricarbonate, and the phosphate (2 aq.), are efflorescent ; 
the nitrate is deliquescent, and tlie sulplmte slightly deliquescent. The 
normal carbonate is very instable, and used only in solution. 

37. Tiie solubilities of the salts of ammonium correspond very nearly 
with tliose of potussiuyi salts. 

Ammoniimi is found by obtaining the anhydride, ammonia, in vapor. 
Precipitation as mercur-ammonium iodide is also used. Ammonium pla- 
tinic chloride is weighed in quantitative work. For the nitroferricyanide 
test, see under Hydrosulphuric Acid. 

38. Ammonia gas (NH,) escapes from its solutions (having alkaline re- 
action) at ordinary temperatures, more rapidly when heated ; and from its 
combinations, in any mixture (alkaline, neutral, or acid), by heating with 
an alkali or alkaline earth (potassium or calcium hydrate). 

NH^Cl + KOH = KCi + NH. + H.O 

39. Ammonia gas is recognized, 1st, by its odor; 2d, by turning 
moistened red litmtui-paper to blue ; 3d, by changing red logwood paper 
blue ; 4th, by rendering paper wet with solution of oupric sulphate blue ; 
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^i\\y by blackening paper wefc with solution of merourous nitrate ; 6th, by 
forming white fumes with tlie yapors of volatile aoids, vapor of HCl form- 
ing solid NH^Cl; vapor of HC,H,0, forming solid NH^ C,H,0„ etc. 

40. A solution of potassium merourio ipdide, (K[),HgI,, containing 
-also potasdium hydrate — Nessler's test * — produces a brown precipitate of 
nitrogen dimercuric iodide, XQ^g,I (dimercur-ammonium iodide — see under 
Mercury), soluble by excess of Kt and by HCl ; not soluble by KBr (dis- 
tinction from HgO) : 

KH, -f 2HgI, == NHg,I + SHI 

KH^H + 2(KI),HgI, -h 3KOH = NHg,I + 7KI + 4H,0 

This very delicate test is applicable to ammonium hydmte or salts ; 

traces forming only a yellow to brown coloration. The potassium mercuric 

iodide, alone, precipitates the alkaloids from neutral or acid solutions, bat 

<does not precipitate ammonium salts from neutral or acid solutions. 

41. Merourio chloride (HgCl,) forms, in solutions of ammonium hy- 
drate or ammonium carbonate, the ** white precipitate " of nitrogen dihy- 
drogen mercuric chloride, NH^HgCl, or mercur-ammonium* chloride. If 
the ammonium is in a salt, not carbonate, it is changed to the carbonate 
and precipitated, by addition of mercuric chloride and potassium carbonate 
previously mixed in solutions (with pure water), so dilute as not to preci- 
pitate each other (yellow). This test (Bohlig's) i^ intensely delicate, re- 
vealing the presence of ammonia derived from the air by water and many 
substances. 

42. Add a small quantity of recently precipitated and well-washed sil- 
Ter chloridey and, if it does not dissolve after agitation, then add a little 
potassium hydrate solution. The solution of the AgCl, before the addition 
of the fixed alkali, indicates free ammonia ; after the addition of the fixed 
alkali, ammonium salt. (Applicable in absence of thiosulphates, iodides, 
bromides, and sulphocyanides.) 

43. Flatinio chloride and tartaric aoid form precipitates with am- 
monium, which, in conditions of production, form and color of crystals, and 
in solubility, closely resemble the potassium precipitates with the same re- 
agent. They may be distinguished by the effect of ignition, which, in case 
of ammonium platinic chloride, leaves pure spongy platinum (without 
KCl), and, in ctise of ammonium hydrogen tartrate, leaves pure carbon 
(without K,CO,). Also, NH,H C.H^O, is more soluble in water than 
XH C^H^O,. Picric acid precipitates ammonium, in solutions not very 
dilute. 

44. Phosphomolybdate of sodium precipitates ammonium from neu- 
tral or acid solutions ; also precipitates the alkaloids, even from very dilute 

*Thl8 rea<reiit may be prepared as follows : To a solution of xnercnric chloride add solntion of potas- 
flam. Iodide till the precipitate is nearly all redissolved ; then add solntion of potassinm hydrate ; leare nntil 
ttie liquid becomes clear, and decant from any remaining sediment. 
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8olatioDSy and, from concentrated solutions, likewise precipitates K, Bb, and 
Cs (all the fixed alkalies except Na and Li). 

46. Ammonium salts in solution, treated with ehhrine ghs, generate the instable and 
Tiolentljr ezplosiTe " nitrogen chloride*^ (NOIb?) (a). The same product is liable to arise 
from solid ammonium salts treated with chlorine. Gaseous ammonia, and aqueous am- 
monium hydrate, with chlorine gas, generate free nitrogen (b), a little ammonium chlo- 
rate being formed if the ammonia is in excess. BypochloriUa or hifpobromites (or chlo* 
rine or bromine dissolved in aqueous alkali, so as to leave au alkaline reaction) liberate, 
from dissolved ammonium salts, all of their nitrogen (as shown in the second equation of 
b); the measure of the nitrogen gas being a means of quantitative estimation of ammo- 
nium. — With iodine, ammonium iodide and the explosive iodamides (as in equation e) 
are produced ; also, in proportion governed by conditions, iodate (d) and hypoiodite may 
be formed. — Ammonia is liable to atmospheric oxidation to ammonium nitrite and ni- 
trate. — PtrmangancUM oxidize to nitrate (e). — Ammonia is somewhat readily prodfictd 
from nitric acid by strong reducing agents. It is formed with carbonic anhydride, in a 
water solution of Cyanic acid, and, more slowly, in a water solution of Hydrocyanic acid. 
It is generated, by fixed alkalies, in boiling solution of Cyanides (/); also, in boifing 
solutions of albuminoids and other nitrogenous organic compounds, this formation being 
hastened and increased by addition of permanganate (Wanklyn's process). Fusion with 
fixed alkalies transforms all the nitrogen of organic bodies into ammonia. 

a. NH«01 + 801, = NOl, + 4H01 

6. 8NH. + 801. = 6NH«01 + N. 

2NH«01 + 301, = 8H01 + N, 

6. 2NH, +1, = MHJ + NH,I 

d. 6NH«OH + 81, = 5MH4I -I- NH«IOs + 1)H,0 

e. 6NH«OH + 4H.Mn«0s = 8NH«NO. + 8BfnO(OH), + 6H.O 

/. BON -f KOH + H«0 = NHs + KOHO. (formata) 

46. Heat yaporizes the carbonate^ and the haloid salts of ammonium^ 
undecomposed ; decomposes the nitrate with formation of nitrous oxide and 
water, the phosphate and borate with evolution of ammonia, and other salts 
with various products. 

47. Ammonium compounds impart to the flame a faint and evanescent 
violet color. 

LITHnJM = 7.0073. 

Specific gravity, 0.5936. Melting point, ^(S'' C, (356° F.) (Buksen). 

48. boourrenoe. — It is a sparingly but widely distributed metal. Usu- 
ally prepared from lepidolite, triphylene, or petalite. Traces are found in a 
great many minerals, in mineral springs, and in the leaves and ashes of 
many plants — e.g., coffee, tobacco, and sugar-cane. 

49. Preparation. — Salts of the metal were prepared in 1817, and in 1855 
Bunsen and Matthiessen isolated it in considerable quantities by electrolysis. 
It is the lightest metal known ; harder than potassium and sodium, but 
softer than lead. It is volatile at a red heat in an atmosphere of hydrogen ; 
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oxidizes iu moist but not in dry, cold aii\ When thrown upon water, rapid- 
ly forms the hydroxide, hue does not burst into a flame like sodium and po- 
tassium. 

60. Oxide and Hydroxide. — It forms one oxide (lii,0) by heating the 
metal iu oxygen or dry air ; cheaper by the action of heat upon the nitrate. 
The corresponding hydroxide (LiOH) is made by the action of water upon 
the metal or its oxide ; cheaper by heating the carbonate with calcium 
hydroxide. 

61. Solubilities. — The chloride, chlorate, and many other salts, are very 
deliquescent. The carbonate, phosphate, and silico-fluoride are only spar- 
ingly soluble in water ; the other salts of lithium are freely soluble in water» 
and nearly all soluble in alcohol. 

62. Beaotions of Lithium Salts. — Lithium salts are more fusible and 
more easily decomposed by fusion than the corresponding potassium and 
sodium salts. 

63. Sodium phosphate, Na^HPO^, precipitates trimetallic lithium phos* 
phate, Iii,PO^, soluble in 2,530 parts water ; more soluble in solutions of 
ammonium salts (distinction from magnesium), but much less soluble in 
strong solution of ammonia. In dilute solutions the precipitate forms only 
after boiling; and addition of sodium hydroxide to alkaline reaction in- 
creases the delicacy of the test, forming a double phosphate of sodium and 
lithium (C. Rammelsblrq : Ann. Phys. Chem. [2], 7, 157). Its solution 
in hydrochloric acid is not at once precipitated by ammonium hydrate in 
the cold (distinction from alkaline earth metals); and the blow-pipe bead 
of lithium phosphate, with soda, is transparent (that of alkaline earth 
metals being opaque). 

64. Nitrophenic acid forms a yellow precipitate, not easily soluble iu 
water. 

66. Compounds of lithium impart to the flame a carmine-r^ef color, ob- 
scured by sodium, but not by small quantities of potassium compounds. 
Blue gla^s, just thick enough to cut off the yellow light of sodium, trans- 
mits the red light of lithium ; but the latter is intercepted by a thicker 
part of tiie blue prism, or by several plates of blue glass. 

The spectrum of lithium consists of a bright red band, Li a, and a 
faint orange line, Li fi. The color tests have an intensity intermediate be- 
tween those of sodium and potassium. 

66. Estimation. — After separation from other elements it may be 
weighed as a sulphate, carbonate, or phosphate (Li,POj. It may also be 
estimated by the comparative intensity of the lines in the spectroscope 
(L. Bell : Amer. Cliem, Jour,, 7, 35). 

67. Ozidation. — When heated it burns in CI, Br, I, 8, and in carbon 
dioxide. 



28 Maoskswm. 

11, Amniouium sulphide forms no precipitate. The normal oarbon- 
tttes of the fixed alkali metals — as K,CO, — precipitate magnesium basic car* 
bonaie, Mg^(CO,),(OH),, yariable to Mg/CO,)^(OH),. Carbonic acid is 
liberated in tlie formation of this basic suit : 

^mgSO, + 4Na,00> + H«0 = Mg4(00,)>(0H), + OO. -f 4Ma,80« 

But in the cold the free CO, combines with another i)ortion of ICgCO, 
to form a soluble supercarbonute : 

5Mg804 + 5Na,CO, + H,0 - M94(00,)s(OH), + MffOOs.CX), + 5Na,80« 

On boiling, the supercarbouate is precipitated as MgCO, with escape of 
CO,. 

78. Ammonium carbonate scarcely precipitates magnesium salts, ex- 
cept in concentrated solutions^ owing to the formation of a soluble double 
carbonate of magnesium and ammonium : 

MgSOi + 2(NH4),00, = MgOO,(NH4),00» + (NH4),80« 

79. Alkaline phosphates — as Na,HPO^ — ^})recipitate magtiesium phos- 
phate, MgHFO^y if the solution be not very dilute. But even in very di- 
lute solutions^ by the further addition of ammonium hydroxide (and 
NH^d), a crystalline precipitate is slowly formed, magnesium ammonium 
phosphate — MgNHJPO^. Stirring with a glass rod against the side of the 
test-tube promotes the precipitation. The addition of ammonium chloride, 
in this test, prevents formation of any precipitate of magnesiuni hydrate 
{76 a). The precipitate dissolves in 16,000 parts pure water, or in 44,000 
parts of water containing ammonium hydrate. 

80. Alkaline arseniates — as Na,HAsO^ — act with magnesium salts in 
all respects like the phosphates, giving corresponding precipitates. 

81. In the dry way, the only characteristic test for magnesium is the 
pale rose color, obtained by igniting, then moistening the compound with 
solution of cobalt nitrate, and again igniting strongly on charcoal. The 
color is more apparent on cooling, is not intense, and is prevented by pres- 
ence of many other bases. The spectrum of magnesium, as well as the 
spectra of most of the metals yet to be described, cannot be obtained by 
means of the flame, in which their compounds are not volatile. To obtain 
them, recourse must be had to the electric spark. 

82. Estimation. — After removal of other metals magnesium is preci- 
pitated as MgNH^FO^, then changed by ignition to Mg,F,0, (magnesium 
pyrophosphate) and weighed as such. 

83. Oxidation. — Burns brilliantly in the air, giving a light of high ac- 
tinic power useful in photography. It precipitates the free metals from 
solutions of Sb, Mn, Bi, Fe, Zn, Cd, Tl, Sn, Pb, Te, Co, Ni, Cu, A g, 
Pt, Pd, Au. 
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69* Beactiona of CeBsium Salts.— Nearly all csBsium salts are soluble. 
Platinic chloride precipitates Cs^PtCl^ in octahedral crystals, soluble in 285 
parts of water at 100° C, and la 2,000 parts at 10° 0. Stannic chloride 
I^recipitates Cs^SnCl^ insoluble in strong hydrochloric acid, but soluble in 
water. Antimonous chloride precipitates CsSbCl^, completely separating 
it from all oilier alkalies (Grooke's Select Methoih^ page 26). Its spectrum 
consists of two bright blue line^ almost coincident with the strontium blue 
line. 

MAGNESIUM; Mg" == 23.959. 

70. Specific gravity, 1.75 (Devillb). Melting pointy about 500® 0. 
<932° F.) (DiTTB). Volatilizes at about 1100^ C. (2507'' F.) (Ditte). 

71. OooTirrenoe. — Magnesite (MgCO,), dolomite (CaMg(COJ,), brucite 
'(Mg(OH),), epsom salts (MgSOj, and combioed with other metals in a great 
Tariety of minerals. 

72. Preparation. — (1) By electrolysis of the chloride. (2) By heating 
the chloride with potassium or sodium. 

73. Properties. — A white, hard, malleable, and ductil^^etal ; not acted 
upon by water or fixed alkali hyciroxides at ordinaiy temperatures, and only 
slightly at 100° C. Soluble iu acids and in ammonium chloride. 

(4NH,C1 + Mg = (NHj,MgCl, + 2NH, + HJ 

74. Oxide and Hydroxide. — Only one oxide of magnesium (MgO) 
is known witli certainty. Formed by burning the metal in the air, and by 
action of heat upon the hydroxide, carbonate, nitrate, sulphate, oxalate, and 
other msignesium salts decomposable by heat. The corresponding hydrox- 
ide (Mg(OH),) is formed by precipitating magnesium salts with the fixed 
alkalies. 

75. Solubilities.— The chloride, bromide, iodide, chlorate, nitrate, and 
acetate {^aq.) are deliquescent; the sulphate {7 aq,), slightly efflorescent. 

The hydroxide, carbonate, phosphate, and arseniate are insoluble in 
water ; the sulphite, oxalate, and tartrate, sparingly soluble ; the chromate, 
soluble. The hydrate and carbonate are soluble in ammonium salts — ex- 
cept ammonium phosphate. 

76. Beaetions of Magnesium Salts. — The fixed alkali hydrates and 
the hydrates of barium, strontium, and calcium, precipitate, from magne- 
sium salts in solution, magnesium hydroxide, Mg(OH)„ nearly insoluble in 
water, bnt soluble in ammonium chloride or sulphate (equation a). 

Ammonium hydroxide precipitates half the magnesium as a hydrox- 
ide, leaving the other half in solution as a double salt of magnesium and 
ammonium {b): 

a. Mg(OH), + 4NH4OI = (NH401),Mg01s + 2NH4OH 
h. 2Mg804 + 2NH4OH = Mg(OH)3 + (NH4)8804MgS04 
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BUBEDIUM. Bb' = 85.251. 



68, Si»ecific gravity f 1.52 (Bunsek). Melting point, Z%.^''0.{Vdl.Z''¥.y 
(Buksen). 

69. Ooourrenoe. — Widely distributed in minnto quantities ; found in 
lepidolite ; in the ashes of some plants ; in certain mineral springs, froia 
which source it was first obtained. 

60. Preparation. — By electrolysis of the chloride, also by heating the 
carbonate with carbon. 

61. PropertieB. — A soft, wax-like metal, with a yellowish tint; inflamea 
when exposed to the air, but less readily than csBsium. It bursts into a. 
flame when thrown upon water; burns when brought in contact with, 
gaseous CI, Br, I, 8, and As. 

62. Oxide and Hydroxide. — Bb,0 is supposed to be formed when ru- 
bidium burns in oxygen, but it is not yet proven. The corresponding- 
hydroxide (BbOH) is formed when rubidium is oxidized by water, or more- 
cheaply by treating its carbonate with calcium hydroxide. 

68. Beaotions of Bubidium Salts. — Its palts are nearly all soluble. Pla- 
tinic chloride (PtOlJ precipitates PtBb,Cl,, soluble in 157 parts of water at 
100° C, or 649 j^rts at 10° C. Tartaric acid precipitates rubidium hydrogoni 
tartrate (BbHC^H.O,), soluble in 84 parts of water at 25° G. The spec- 
trum shows two characteristic lines in the yiolet, Bb a and Bb /?, also two- 
others in the red, Bb d and Bb y. The spectrum reaction is so delicate that 
0.002 mgrm. may be detected (Buksek). 



CJESIUM. Cs' = 132.583. 

64. Specific gravity ^ 1.88 (Setterberg). Melting pointy 26° to 27° C. 
(Setterberg). 

66. Ooourrenoe. — Found in the mineral pollux, and in the water of 
some springs. 

66. Preparation. — By electrolysis of the caesium and barium cyan- 
ides. Its reduction by carbon has not yet been accomplished (Setter- 
berg). 

67. Properties. — The metal is silver-white, and soft at ordinary tem- 
peratures ; oxidizes quickly in the air, and takes fire when thrown on water 
(Setterberg). 

68. Oxide and Hydroxide. — The oxide formed by burning caesium in 
oxygen is supposed to be C8,0. The corresponding hydroxide is formed 
when caesium is oxidized by water, but prepared cheaper by treating tho 
carbonate with calcium hydroxide or the sulphate with barium hydrox- 
ide. 
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84. Alkaline Earth Metala— ^artt^Tn, Ba''r=: 136.763. Strontium, 
«r" = 87.374. Calcium, Ca" = 39.99. 

85. ComparatiYe View. — Magnesium belongs to the fifth group^ and is 
not usually classified as uu alkaline earth ; but on account of its close re- 
seniblunce it is discussed iu the following paragraphs. 

86. Like the alkali metals, Ba, Sr, and Ca oxidise rapidly iu the air at 
ordinary temperatures — forming alkaline earths — ^and decompose water with- 
out the aid of an acid, forming hydroxides^ also these hydroxides are 
formed, with evolution of heat, when the oxides are brought iu contact 
with water. Mg oxidizes rapidly in the air when ignited, decomposes water 
at 100° C, and its oxide — in physical properties unlike the alkaline earths 
— slowly unites with water without sensible production of heat. As com- 
pounds, these metals are not easily oxidized beyond their quantivalence as 
dyads, and they require very strong reducing agents to restore them to the 
elemental state. 

87. In basic power, Ba is the strongest of the four, Sr somewhat stronger 
than Ca, and Mg much weaker than the other three. It will be observed 
that the solubility of their hydroxides varies in the satne decreasing grada- 
tion, which is also that of their atomic weights ; while the solubility of 
their sulphates varies in a reverse order, as follows : 

88. The hydroxide of Ba dissolvei in about 20 parts of water ; that of 
Sr, in 60 parts ; of Ca, in 700 parts ; and of Mg, in 6,000 parts. The S7iU 
p/iate of Ba is not appreciably soluble in water ; that of Sr dissolves in 
7,000 parts ; of Ca, in 400 parts ; of Mg, in 3 parts. To the extent in 
which they dissolve in water, alkaline earths render their solutions caustio 
to the taste and touch, and alkaline to test-papers. 

89. The cai'bonates, normal phosphates, silicates, and some other salts 
of these four metals, are insoluble in water (as are those of the bases of 
the fir.<t three groups). Magnesium carbonate is soluble in ammonium 
salts, wiiereby its precipitation with the other three is prevented. Cal- 
cium oxalate and barium chromate are insoluble (see table for Group 
IV.); the oxalates of barium, strontium, and magnesium, and the chro- 
mate of strontium, are sparingly solnblc ; chromate of calcium freely sol- 
uble. 

In qualitative analysis, the group-separation of the fourth-group metals 
is effected, after removal of the first three groups of bases, by precipitation 
with carbonate in presence of ammonium chloride, after which magnesium 
is precipitated from the filtrate, as phosphate. 

90. The hydroxides of Ca, Sr, and Ba, in their saturated solutions, 
necessarily dilute, throw down, from solutions of salts of the metals of the 
first three groups and of Mg, thin precipitates of hydrates of the latter 
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which precipitates ai*e not soluble ill excess of the precii>iUin(8. In turti. 
the fixed alkalies precipitate, from solutions of Ba, 8r, Ca, aud Ms» 
so much of the hydroxides of these metals as does not dissolve iu 
the water present ; but ammonium hydroxide precipitates only Ms» 
and this but in part, owing to the solubility of Mg(OH), in ammoninm 
salts. 

81. Solutions containing Ba, Sr, Ca» and Mg^ with phosphoric^ oxalic. 
boracic, or arsenic aeid, ■eeoMnrly hare the acid reaction, ar oocmrs m dia- 
solviq^ phosphates, oxalates, etc., with acids; such solutions are precipi^ 
tated by ammonium hydroxide or by any agent which neutralizes tlie solu- 
tion, and, consequently, we have pi*ecipitates of this kind in the third 
group. 

CaCl, + H,PO, + 2NH,OH = CaHPO, + 2NH,C1 + 2H,0 

CaH,(POj, + 2NH,OH = CaHPO, + (NH,),HPO, + 2H,0 

If excess of the ammonium hydroxide be added the pi*ecipitate is 
Ca,(POj,. In the case of a magnesium suit the precipitate is MgKH^PO^. 

92. The carbonates of the alkaline earth metals are dissociated by iieut 
leaving metallic oxides and carbonic anhydride. This occurs with diflScnlty 
in the case of Ba, Sr, and Ca; with readiness in the case of lig; hence 
ignition of the carbonates of Ba, Sr, and Ca causes them to present the 
alkaline reaction to a slip of moistened litmus-paper. 

98. Compounds of Ba, Sr, and Ca (preferably with HCl) impai*t charac- 
teristic colors to the non-luminous flame, and readily present well-defined 
spectra. 

BABIUM. Ba" = 136.763. 

94. Specific gravity, 3.75 (Kebn). Melting pointy 475° C. (887° P.) 
(Van der Weyde). Not volatile at a red heat, 

96. Ooourrenoe. — Found chiefly in heavy spar (BaSOj and witherite 
(BaCO.). 

96. Freparation. — (I) By electrolysis. (2) Reduction by potassium 
or sodium. 

97. Properties. — A silver-white (Davy) or yellowish-white (Bunsen) 
metal ; ductile, malleable ; oxidizes rapidly m the air and in water. 

98. Oxides and Hydroxide. — The oxide^ BaO, is formed by the action 
of heat upon the hydroxide^ carbonate, nitrate, oxalate, and all its organic 
salts. The corresponding hydroxide, Ba(OH)„ is made by treating the 
oxide with water ; is soluble in 20 parts of water at 15^ C, and in 2 parts 
at 100^ G. The peroxide (BaOj is made by heating the oxide almost to 
redness in oxygen, or air which has been freed from carbon dioxide ; by heat- 
ing the oxide with potassium chlorate (Liebig) or cupric oxide (Wank- 

LYX). 
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It is used as a source of oxygen^ which it giyes off afc a white heat^ BaO 
remaining ; also in the manufacture of hydrogen peroxide, H,0,, which is 
formed by treating it with dilute acids. 

(BaO, + 2HC1 = BaCl, + H,0,) 

99. Solubilitiea. — Most of the soluble salts of barium are permanent ; 
the acetate is efflorescent. 

The chloride, bromide, iodide, sulphides, ferrocyanides, nitrate, chlorate^ 
acetate, and phenyUulphate, are freely soluble in water; the carbonate^ 
sulphate, sulphite, chromate^ phosphate, oxalate, iodate, and silico-fluoride, 
are insoluble in water. The chloride is almost insoluble in strong hydro* 
chloric acid ; likewise the nitrate in strong hydrochloric and nitric acids» 
The chloride and nitrate are insoluble in alcohol. 

100. Beaotions of Barium Salta — Barium may be separated from other 
alkaline earth metals by precipitation as chromate (105), and by its 
closer precipitation as sulphate (104). The latter precipitation is a sharp 
distinction from all other metals except lead, strontium, and calcium, and 
is the operation most used in quantitative analysis of barium and of sul- 
phates. 

101. The fixed alkali hydroxides precipitate only concentrated solutions 
of barium salts, as explained by the statement in 88. 

102. The alkali oarbonatea — as K,CO, and (NHJ,CO, — ^precipitate, 
from barium salts in solution, barium carbonate (BaCOj, white. The pre- 
cipitation is promoted by heat and by ammonium hydroxide, but is made 
slightly incomplete by the presence of ammonium chloride and nitrate. 

103. Barium Carbonate—BaCOi— is a valuable reagent for special purposes, chiefly 
for separation of third-group metals. It is used in the form of the moist precipitate, 
which must be thoroughly washed. It is best precipitated from boiling solutions of chlo- 
ride of barium and carbonate of sodium or ammonium, washed once or twice by decanta- 
tion, then by filtration, till the washings no longer precipitate solution of nitrate of sil- 
Ter. Mixed with water to consistence of cream, it may be preserved for some time in 
stoppered bottles, being shaken whenever required for use. When dissolved in hydro- 
chloric acid, and fully precipitated by sulphuric acid, the filtrate must yield no fixed 
residue. 

This reasrent removes sulphuric acid (radical) from all sulphates in solutioi^ to which 
itis added (104). 

NaaSOi + BaOOt = BaSO« + Na,COs 
When salts of non-alkali metals are so decomposed, of course, they are left insoluble; 
as carbonates or hydrates, notliing remaining in solution : 

FeSOi + BaOOs = BaSO« + FeCOt 
Fe,(804)t + dBaOOs + 3H,0 = 3BaS04 + Fea(OH)« + SOOs 
The chlorides of the double triads of the third group, namely, aluminic, chromic^ and 
ferric chlorides, are decomposed by barium carbonate; while the other metals of the 
third group, zinc, manganese, cobalt, nickel, and iron in ferrous combination, are not 
precipitated from their chlorides by this reagent. But tartaric acid, citric acid, sugar,, 
and other organic substances, prevent the decompositions by carbonate of barium. 
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104. Sulphtirio aoid (H,80 J, and all solubie sulphateSy precipitate ba- 
rium sulphate (BaSOJ, white [88], slightly soluble in hut concentrated snl- 
phnric acid. Immediate precipitation by the (dilute) saturated solution of 
calcium sulphate distinguishes Ba from 8r (and of course from Ca); but 
precipitation by tlie (yery dilute) solution of strontium sulphate is a more 
certain test between Ba and 8r. 

106. Normal chromatefl, as K,CrO^, precipitate barium salts (also, 
strontium salts in solutions not very dilute); the yellow precipitate, BaCrO^, 
being almost insoluble in water, slightly soluble in acetic acid, but soluble 
in hydrochloric and nitric acids, and moderately soluble in chromic acid. 
(SrCrO^, also yellow, is a little more soluble in water than the barium salt.) 
Diohromates (as K,Cr,0,) precipitate barium, as normal chromate, froni 
ihe acetate, in solution not dilute (but do not pi'ecipitate strontium). 

106. Soluble phosphates, full metallic, or two-thirds metallic, as 
17a,HFO^, precipitate barium phoapltate, white, consisting of BaEGPO^ 
when the reagent is two-thirds metallic, and Ba,(POJ, when the reagent 
is full metallic. 

107. Oxalates, as (NHJ,C,0^, precipitate barium from solutions not 
yery dilute ; as BaC,0^, somewhat soluble in oxalic and acetic acids. 

108. Hydro-fluosilioic aoid, H,SiF,, precipitates white, crystalline Ba 
8iF,, slightly soluble in water, not soluble in alcohol (distinction from 
strontium and oalciimii). 

109. Solutions of iodates, as NalO,, precipitate, from barium solutions 
not very dilute, barium iodate, Ba(IO,)„ white, soluble in 600 parts of hot 
or 1,746 parts of cold water (distinction from the other alkaline earth 
metals). 

110. Barium compounds impart to the flame a yellowish green color, 
yfhich appears blue-green when yiewed through green glass. 

111. The spectrum of barium is at once distinguished from all others 
by the green bands, Ba a, Ba >9 ; Ba ;/ is less distinct but more char- 
Acteristic. 

112. Estimation. — Barium is weighed as a sulphate, carbonate, or a sili- 
co-fluoride (BaSiFj. It is separated from strontium and calcium : (1) By 
digesting the mixed sulphates at ordinary temperatures for 12 hours with 
ammonium carbonate. The calcium and strontium are thus conyerted into 
•carbonates, which are separated from the barium sulphate by dissolying in 
hydrochloric acid. (2) By hydro-fluosilicic acid. The hydrate and carbon- 
ate are also determined by alkalimetry. One pai*t of a yolumetric process 
recommended depends upon the separation by potassium dichromate in ex- 
cess of ammonium hydroxide (Grooke's Select Methods, page 45). 
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STBONTIUM. Sr" = 87.374. 

113. Specific gravity f 2.4 (Fbanz). Melts at a red heat (P&anz). 

114. Occurrence. — Strontium occurs chiefly in strontianite (SrCO,) 
and in celestine (SrSOJ. 

115. Preparation. — First isolated in 1808 by Davy. Is made by elec- 
trolysis ; also by fusion of the chloride with sodium amalgam. 

lie. Properties. — A white (Davy) or faintly yellow metal (Franz), 
It is malleable and ductile; somewhat harder than lead ; oxidizes rapidly 
in air and water. 

117. Oxides and Hydroxide. — The oxide (SrO) is formed by burning 
the metal in the air ; also by igniting the hydroxide, carbonate, nitrate, 
oxalate, and all organic strontium salts. The hydroxide is formed by ac- 
tion of water on the oxide. The peroxide, SrO,, is made by treating the 
hydroxide with hydrogen peroxide (Sr(OH), + H,0, = SrO, + 2H,0). It 
cannot be made, like the correspondiug barium peroxide, by heating the hy- 
droxide with oxygen or potassium chlorate (Brodie). 

116. Solubilities.— The chloride is slightly deliqueioent; crystals of 
the nitrate and acetate effloresce. 

In solubility most compounds of strontium closely resemble those of 
barium (99) — the hydrate being a little less soluble, and the sulphate and 
4:hroTnate more soluble, in water than the corresponding barium compounds, 
and the silico-fluoride quite soluble (see 88). The chloride is soluble, the 
nitrate insoluble, in alcohol absolute. 

119. Beactions of Strontium Salts. — The fixed alkalies precipitate, from 
'Concentrated solutions, strontium hydroxide (Sr(OH),), soluble in 60 parts of 
water. 

Strontium is identified, in the fourth group, after removal of barium, by 
precipitation with calcium sulphate solution (121) ; also, quite clearly, by 
the fiame-color and spectrum (122, 123). 

120. By its deportment with carbonates, phosphates, and oxalates, 
strontium is not to be distinguished from barium ; the differing reactions 
of the two metals with sulphates, ohromates, and hydro-fluosilioio acid 
are compared under the head of Barium. Strontium sulphate is soluble in 
400 to 500 parts of concentrated nitric or hydrochloric acid. 

121. Saturated solution of calcium sulphate (CaSOj slowly produces a 
faint precipitate of SrSO,, prevented or dissolved by presence of hydro- 
chloric and nitric acids, but insoluble in alcohol. It is almost insolublerin 
a concentrated solution of ammonium sulphate, which separates it from 
CaSO,. 

122. Strontium compounds color the fiame crimson. In presence of 
barium the crimson color appears at the moment when the substance, moist- 
cncd with hydrochloric acid, is first brought into the flame. The paler. 
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yellowish-red flame of calcium is liable to be mistaken for the strontium* 
flame. 

128. The speotnun of strontium is characterized by eight bright bands 
— namely, six red, one orange, and one blue. The orauge line, 8r a, at the 
red end of the spectrum ; the two red lines, Sr ft and 8r y, aud the blue 
line, Sr S^ are the most important. 

124. Estimation. — Strontium is weighed as a sulphate or a carbonate^ 
The carbonate may be determined by alkalimetry. It is separated from 
calcium by the insolubility of its sulphate in ammonium sulphate. It is 
separated from barium as stated in 112. 

CALCIUM. Ca'' = 39.99. 

126. Specific gravity, 1.57 (Bunsen). Melts at a bright red lieat 
(Matthiessen). 

126. Ooourrenoe. — Found in the mineral kingdom as a carbonate in 
marble, limestone, cbalk, and arragonite ; as a sulphate in gypsum, selen- 
ite, alabaster, etc. ; as a fluoride in fluor-spar ; as a phosphate in apatite, 
})hosphorite, etc. It is found as a phosphate in bones; in egg-shells and 
oyster-shells as a carbonate. It is found in nearly all spring and river 
waters. 

127. Preparation. — By electrolysis ; also by fusion with sodium amaU 
gam or with an alloy of sodium and zinc. 

126. Pit>pertie8' — Calcium is a pale yellow metal, softer than zinc, bnt 
harder than tin and lead. It is malleable and ductile ; may be kept for 
several days in dry air without oxidation, but rapidly oxidizes in moist air 
and in water. 

129. Oxides and Hydroxide. — The oxide, CaO, is formed by oxidation 
of the metal in air ; by ignition of the hydroxide, the carbonate (limestone), 
nitrate, oxalate-, and all organic acids. Its usefulness when combined with 
sand, making mortar, is too well known to need any description here. The- 
corresponding hydroxide, Ca(OH), (slaked lime), is made by treating the 
oxide with water. The peroxide, CaO„ is made by adding liydrogen perox- 
ide to the hydroxide (Ca(OH), + H,0, = CaO, -h 2H,0). It cannot be 
made by heating the oxide in oxygen or with potassium chlorate (Brodie). 

180. Solubilities. — The chloridey bromide, iodide^ nitrate, and chlorate 
are deliquescent; tlie acetate is efflorescent. 

'181. The carbonafCy oxalate, and phosphate are insoluble in water ; the 
hydrate, sulphate, sulphite, and iodate are slightly soluble in water (88), 
but are insoluble in alcohol. The chloride, iodide, and nitrate are soluble 
in alcohol. The ferrocyanide is soluble, the potassio-ferrocyanide insohi- 
ble, in water. 

182. Reactions of Calcium Salts. — The fixed alkali hydrates precipi- 
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tate calcium hydrate^ Ca(OH),9 from solutions of calcium salts not very 
dilute. The precipitate is less soluble in solution of potassium or sodium 
hydrate, and more soluble in solution of ammonium hydrate than in pure 
water. 

188. In their deportment with soluble carbonates (precipitation of 
CaOO,) and with alkaline phosphates (precipitation of CaHPO^ or 
Ca,(POJ,)y solutions of calcium cannot be distinguished from solutions of 
strontium and barium (102, 106). 

184. Sttlphurio aoid and soluble stilphates (not calcium sulphate) pre- 
cipitate CaSO^ from calcium salts, in moderately concentrated solutions. 
The precipitate is distinguished from barium and strontium sulphates by 
dissolving in concentrated solution of ammonium sulphate. 

186. Alkaline oxalates, as (NHJ,C,0^, precipitate calcium oxalate, 
CaC.O^, from even dilute solutions of calcium salts. The precipitate is 
scarcely at all soluble in acetic or oxalic acids (separation of oxalic from 
phosphoric acid), but is soluble in hydrochloric And nitric acids. The pre- 
cipitation is hastened by presence of ammonium hydrate. Formed slowly, 
from very dilute solutions, the'precipitate is crystalline, octahedral. If Br 
orBa are possibly present in the solution tested, an alkaline sulphate must 
first be added, and after digesting a feio niinutes, if a precipitate ap- 
pears, SrSO^, BaSO^, or, if the solution was concentrated, perhaps CaSO^, it 
is filtered out, and the oxalate then added to the filtrate. Observe the pre- 
cipitate formed by ammonium oxalate in the reagent solution of calci* 
am sulphate. Ignition of CaC,0« changes it first to CaCO,, then to CaO, 
giving alkaline reaction to test-paper. 

186. Neutral alkaline sulphites, as Na,SO,, precipitate CaSO,, nearly 
insoluble in water, soluble in hydrochloric or nitric acid, and in sulphurous 
acid. Tiiis reaction is common to the alkaline earths. 

187. Alkaline arsenites precipitate, from neutral calcium solutions, 
calcium arsenite, CaHAsO,, soluble in acids and in ammonium hydrate. 
The precipitate forms slowly. Other alkaline earth metals are not precipi- 
tated by arsenites, unless in concentrated solutions. 

138. An ammoniacal solution of arsenious acid gives a precipitate of 
calcium arsenite in neutral calcium salts. Under similar circumstances ba- 
rium and strontium give no precipitate. 

139. Compounds of calcium, preferably the chloride, render the flame 
yellowish red. The presence of strontium or barium obscures this reaction, 
bat a mixture containing calcium and barium, moistened with hydrochloric 
acid, gives the calcium color on its first introduction to the flame. 

140. The spectrum of calcium is distinguished by the bright green line, 
Ca/9, and the intensely bright orange line, Ca a, near the red end of the 
spectrum. 

141. Estimation. — Calcium is weighed as an oxide, carbonate, or snl- 
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S6 SEPARATION OF THK FoUBTHGROVP MkTALS. 

phate. The carbonate is obtained by precipitating as oxalate, and gently 
igniting the dried precipitate. Tiie sulphate is precipitated in a mixture of 
two parts of alcohol to one of the solution. 

The best method of separation from strontium, is to treat the nitrates 
with a mixture of equal volumes of alcohol aud ether. The calcium nitrute 
dissolves, but not more than oue part in GO, 000 of the strontium is found in 
the solution. For other methods of separation from barium and strontium 
see 112 and 124. 

SEPABATION OF THE FOUBTH-GBOUP METALS. 

142. Barium, strontium, calcium, and magnesium may be completely precipitated 
together, either as carbonates or as phospheUei ; but a precipitate of phosphates would be 
intractable in further operations, owing to the difficulty of removing ttie nou-Tolatile 
phosphoric acid. Uence, they are precipitated as carbonates, aud this could be done by 
any alkaline carbonate ; but the necessity for subsequent examination for fixed alkali 
metals restricts us to ammonium carbonate. Now, this reagent but imperfectly preci- 
pitates magnesium, and from this difficulty, and also because magnesium is more easily 
separated from alkali metals than from metals of the fourth group, the ordinary scheme 
of separation provides for the precipitation of Ba, 8r, and Oa, by ammonium carbonate 
in presence of ammonium chloride, so as to leave Mg either with the fifth group, or as a 
distinct division of the fourth group. 

143. The precipitation of barium, ■trontiun, and oaloiiim by ammonium carbonate 
in the presence of chloride, is not as complete as would be desirable in very delicat« 
analyses. For the carbonates of barium, strontium, and calcium are all slightly soluble 
in ammonium chloride solution ; and while the prescribed addition of ammonium hydrate, 
and excess of ammonium carbonate, greatly reduces the solubility of the precipitated 
carbonates, yet even with these the precipitation is not absolute, though more nearly so 
with strontium than with barium and calcium. Thus, in quantitative analyses, if barium 
and calcium are precipitated as carbonates, it must be done in the absence of ammonium 
chloride or sulphate, and the precipitate washed with water containing ammonium 
hydrate. 

144. But a more accurate precipitation of barium is effected by sulpiiatM, and of 
oalciom by ozalatea, and these tests may be applied to portions of the filtrate from the 
precipitation by carbonates, or of the liquid that has given no precipitate by carbonates. 
Also, the complete removal of barium and calcium is not only a test for tnvces of these 
two metals, but it enables us to accept a slight precipitation of phosphate afterwards as 
conclusive evidence of the presence of magnesium (unless lithium be present). This pre- 
cautionary work, done after the ordinary work for barium, strontium, and calcium, may 
be tabulated as follows : 

Divide the filtrate from the fonrth group into three portions. 

Te«t in I. for Ba with a drop of H9804« leav- I Teat in II. for Oa with (irH4)sC904i leaving 

lug some time. I iome time. 

If both Ba and Oa appear, mix I. and II. ; let the mixture stand ; filter and test the filtrate for Kff bj 
Na,HP04 and KH4OH. 

If either Ba or Oa appears, filter it and teBt the filtrate for 
If neither Ba nor Oa appears, test portion III. for 



146. The solution of calcium sulphate can be used to distinguish between barium, 
strontium, and calcium, provided that but one metal of the group is present, and that the 
solution be at least moderately concentrated, and not notably a^d. 
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146. The unlike solubilities in aloohol, of the chlorides and nitrates of barium, 
strontiuiu, and calcium enable us to separate them quite closely by absolute alcohol, and 
approximately by '* strong alcohol," as follows: 

Dissolve the carbonate precipitate in HOI, evaporate to dryness on the water-bath, 
rub the residue to a fine powder in the evaporating dish, and digest it with alcohol. Fil- 
ter through a small filter, and wash with alcohol. 



Residue, BaOli. 

DiB8olve in water, test with Oa804, 
etc. 



Filtrate SrOla and OaOla. 

Evaporate to dryness, diesolve in water, change to nitrates by pre- 
cipitating with (NH4)aCOs, waabing, and dissolving in ENOf 
Evaporate the nitrates to dryness, powder, digest with alcohol, filter 
and wash with alcohl. 



Residue, Br(NOt)a. 

Precipitation by Ca804 in wa- 
ter solution ; ilame test, etc. 



FUtrate, Oa(NO,)„ 

Precipitation by HaSOf in alco- 
holsolntion; by(NH4)aCa04,etc. 



147. Or, the alcoholic filtrate of SrCl* and CaOli may be precipitated with (a drop 
of) sulphuric acid, the precipitate filtered out and digested with solution of (NH4)aS04 
and a little NH4OH. Residue, 8rB04. S(/lui%on contains Oa804, precipitable by 
oxalates. 



S£PABATION OF MAGNESIUM FBOM THE ALKALI METALS. 

148. By Ignition on platinum foil, magnesium compounds do not vaporize, as do those 
of ammonium, rutr melt, as do many compounds of fixed alkalies. Magnesium is the 
only one of these metals precipitated by ordinary salts — viz. , by phosphates, carbonates, 
and hydroxide. 

149. The presence of magnesium slightly impairs the delicacy of the flome- (est for 
the fixed alkali metals, and entirely prevents their recognition or separation by precipita- 
tions. PhospJ*ate of ammonium will remove magnesium from solution ; but, after eva- 
porating the filtrate and igniting its residue, the phosphoric acid remains— combined 
with the fixed alkali metals, if they are present. Thus: 

(MH4)aHP04 (excess of reagent), ignited = HPOt + 2NH| + HaO, and 
2(NH4)tHPO« + 4K01, on ignition = K4P.OT + 4NH4CI + H,0 
The residual phosphates of the alkali metals, when moistened with hydrochloric acid, 
giye the flame-tests, but the residue of phosphoric acid obstructs the analysis. The phos- 
phoric acid may be removed by acetate of lead, and the excess of lead by hydrosulphurio 
acid. 

160. A more convenient method of removing magnesium is to precipitate it with 
solution of barium hydrate, and filter, and remove the excess of barium hydrate from 
the filtrate by addition of sulphuric acid, filtering again. 



38 



The Metals of the Third Group. 



GBOUF nL 

161. The Metals of the Earths, and the more Electro-Positiye of the 

Heavy Metala. 



Aluminium Al = 27.009 

Chromium Or = 52.009 

Iron Pe = 55.913 

Manganese BSn = 54.855 

Cobalt Oo = 58.887 

Nickel Ni = 57.928 

Zinc Zn = 64.9045 

Uranium Ur =238.482 

Indium In = 113.398 

Beryllium Be = 9.085 

Thorium Th =282.020 

Zirconium Zr = 89.367 

Cerium Oe =140.424 

Lanthanum La =138.019 



Didymiura D 

Titanium Ti 

Tantalum Ta 

Niobium Nb 

Yttrium Y 

Erbium E 

Vanadium V 

Decipium.... Dp 

Gallium Ga 

Samarium 8m 

Scandium 8o 

Terbium Tr 

Thallium Tl 

Ytterbium Tb 



142.121 
= 47.980 
= lt)2.144 



88.900 
165.871 

51.256 
171. ? 

68.584 
149.801 

43.980 
148.5 
203.715 
172.761 



152. The metals above named gradually oxidize at their surfaces in the 
air, and their oxides are not decomposed by heat alone. Zinc, iron, cobalt, 
nickel, and, with more diflBculty, manganese, chromium, and most of the 
other metals of the group, are reduced from their oxides by ignition at white 
heat with charcoal. They are all reduced from oxides by the metals of 
the alkalies. Iron is gradually changed from ferrous to ferric combina- 
tions by contact with the air. Chromium and manganese are oxidized 
from bases to acid radicals by ignition with an active supply of oxygen in 
presence of akalies ; these acid radicals acting as pretty strong oxidizing 
agents. 

163. The oxides and hydroxides of third-group metals are inBolubln in 
water, hence they are precipitated from all their salts by alkalies. In the 
case of zincy the precipitate redissolves in all the alkalies ; the ahiminium 
hydroxide redissolves in the fixed alkalies, but very slightly in ammoninm 
hydroxide ; the precipitate of chromium redissolves in cold solution of fired 
alkalies, precipitating again on boiling ; the hydroxides of cobalt and nickel 
dissolve in ammonium hydroxide. The oxides of Al, Or, and Pe, after ig- 
nition, are difficultly soluble by acids. 

TJie presence of tartaric acid, citric acid, sugar, and some other organic 
Bubstances, prevents the precipitation of bases of this group by alkalies. 

164. Salts of ammonium (as NH^Cl) dissolve moderate quantities of 
the hydroxides of manganese, zinc, cobalt, nickel, and ferrous hydroxide ; 
but, so far from dissolving the hydroxide of aluminium, they lessen its 
slight solubility in ammonium hydroxide. 

165. It thus appears that ammonium hydroxide, with ammonium 
chloride, the latter necessary on account of magnesium, manganese, and alu- ^ 
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minium^ will fully precipitate only aluminium, ohromiumy and ferrioum 
of the important metals named in third group. In many plans of separa- 
tion these three metals constitute a separate group^ and we shall refer to 
them as Division First of the group. 

156. Ammonium sulphide precipitates all the metals of the third group 
from neutral or ammoniacal solutions, as follows : The sulphides of the 
group— those of Fe, Mn, Co, Ni, and Zn — are soluble in dilute acids, which 
acids keep them in solution during the second group precipitation ; but are 
iiisoluble in water, which enables them to be precipitated by alkaline sul- 
phides, and separated from the fourth and fifth groups. The other two 
metals, Al and Cr, do not form sulphides, in the wet way, but are precipi- 
tated as hydroxides by alkaline sulphides. 

157. Hydrosulphurio aoid scarcely precipitates the metals of this 
lin^oup, unless it be from some of their acetates— owing to the solubility of 
the sulphides in the acids, which would be set free in their formation. 
TFhus, this change cannot occur — 

FeOl, + H,8 = FeS + 2H01 

— ^because the two products would decompose each other. Therefore, neu- 
tralized hydrosulphurio acid — a soluble sulphide — is employed for this 
group; aud in a neutral or ammoniacal solution. As most of the chemically 
normal salts of heavy metals have an acid reaction to test-paper, we can 
only assure ourselves of the requisite neutrality by adding sufficient ammo- 
nium hydroxide, which itself precipitates the larger number of the bases, 
as we have just seen (153). But the resulting precipitate of hydroxide, as 
Fe(OH)„ is immediately changed to sulphide, FeS, by subsequent addition 
of ammonium sulphide ; as the student may observe, by the alteration in 
the color of the precipitate. 

Ferric and manganic salts are reduced to ferrous and manganous salts, 
by hydrosulphurio acid, in solution, with a precipitation of sulphur, and 
the corresponding reaction occurs with chromates. 

158. Soluble carbonates precipitate all the metals of this group, in ac- 
cordance with the general statement for bases not alkali. With aluminium 
and chromium, the precipitates dissolve sparingly in excess of potassium or 
fiodium carbonate ; with zinc, the precipitate dissolves in excess of ammo- 
nium cai'bonate. In the case of ferrous and manganous salts, the precipi- 
tates are normal carbonates ; with zinc, cobalt, and nickel salts, they are 
basic carbonates ; while with ferric, aluminic, and chromic salts, the pre- 
cipitates are almost or quite wholly hydroxides. Barium carbonate precipi- 
tates the pseudo-triads, which, in the cold and from salts not sulphates, is a 
separation from the other bases of this gi*oup. 

159. Solu&Ie phosphates precipitate these as they do other non-alkali 
bases. Tlie acid solutions of phosphates of the metals of the third group 
are precipitated by neutralization. The recently-precipitated phosphates. 
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of all the metals of this group which form sulphides, are transformed to sul- 
phides by ammonium sulphide : 

FeHPOi + (NH4)t8 = F»8 -f (NH4)«HPO« 

Hence^ the only phosphates which may occur lu a sulphide precipitate 
are those of Al, Cr, Ba« Sr, Ca, and Mg. 

160. The metals of the third group are not easily reduced from their 
compounds to the metallic state by ignition before the blow-pipe, even on 
charcoal, except zinc, which then vaporizes. Three of them, howerer — 
iron, cobalt, and nickel — are reducible to magnetic oxides. The larger num- 
ber of them give characteristic colors to beads of borax and of microcosmic 
salt, fused on a loop of platinum wire before the blow-pipe. None of them 
color the flame or give spectra, unless vaporized by a higher temperature 
than that of Buusen's burner. 

ALUMnnUM. Al = 27.009. 

161. Specific gravity, 2.583 (Mallet). Melting point about 700° C- 
(1292° F.) (Heerbn). 

162. Ooourrence. — Is not found in nature. Is found in corundum, 
ruby, and sappliire, as nearly pure A1,0, ; in diaspore (A1,0,(0H),) ; in 
bauxite (A1,0(0H)J; in felspar (K,Al,SiOj; in cryolite (Na^Al^F^J. As 
a silicate in all ciays and in very many minerals. It is widely distributed,, 
constituting about one-twelfth of the earth's crust. 

163. FreparatioxL — (1) By electrolysis of the fused Na,AI,Cl,. (2) By 
fusion of cryolite or the chloride with Na or K. (3) By heating Ka,Al,Cl, 
with zinc, with which it forms an alloy from which the zinc is driven off by 
a white heat. (4) By fusion of the chloride with potassium cyanide. 
(5) By fusing A1,S, with iron. A great many new methods have beei> 
patented. Its alloys, especially that with copper, promise extensive use- 
fulness. 

164. Properties. — A tin-white metal ; after fusion about as hard as 
silver, after hammering about as hard as soft iron ; very malleable, very 
ductile, and very sonorous. Its tenacity is nearly eqiiul to that of copper. 
It conducts electricity eight times better than iron (Deville). The pure 
metal remains untarnished in the air. Impure specimens become coated 
with a film of oxide. 

165. Oxide and Hydroxide. — ^A1,0, is formed by heating the hydrox- 
ide, nitrate, acetate, or other organic salt. It is insoluble in acids after 
ignition, but may be dissolved after fusion with KHSO^ or Ka,CO,» 
Al,(OH), is formed when aluminium salts are precipitated with cold am- 
monium hydroxide. A1,0(0H)^ is formed if the precipitation is made at 
100° C. 

166. Solubilities. — The chloride and bromide are deliquescent and in- 
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stable. The iodide is known only in solution, the cyanide is not known, 
the acetate is deliquescent. Aluminium is the most representative con- 
stituent of that large class of isomorphous double salts, culled alums, per- 
manent or slightly efflorescent, as KAl(SOJ,.12 aq,y or K,Al,(SOj^.24 aq. 
The ozidSy hydroxide^ and phosphate are the principal insoluble com- 
binations. Existence of the carbonate is doubtful. The sulphide, made 
only by heat in the dry way, is decomposed by water. Most insoluble salts 
of aluminium are changed to soluble compounds by action of fixed alkali 
hydroxides. In analysis, aluminium is obtained in the First Division of 
Grroup III., by precipitation, by excess of ammonium hydroxide, with am- 
monium chloride ; then separated from the other members of the First 
Division by solution with excess of potassium or sodium hydrate (167). 
Excess of fixed alkali hydrate in boiling solution leaves only aluminium and 
zinc, of the third-group metals, dissolved, and it is separated from zinc, by 
non-precipitation with sulphides, and by precipitation with excess of am- 
monium hydrate. 

167. Beaotions of Aluminium Salts. — The alkali hydroxides precipi- 
tate alumiiiiuni hydroxide, grayish- white, gelatinous, Al,(OH),, soluble iiv 
fixed alkali hydrotides, slightly soluble in ammonium hydroxide, though 
not so if ammonium chloride be present : 

Al,01« + 6KOH = Al,(OH), + eKOl 
Al,(OH)« + 2KOH = E,A1,04* + 4H,0 

This alkaline solution of aluminium differs from that of zinc, both in 

not being at all precipitated by boiling, and in being precipitated by excess 

of ammonium chloride, more readily when heated : 

K,A1,0« + 2NH«01 + 4H,0 = Al,(OH), + 2K01 + 2NH4OH 

Sufficient ammonium chloride must be added, first to salify the free po- 
tassium or sodium hydroxide. 

Hydrosulphuric aoid does not precipitate aluminium from any com- 
bination ; but ammonium sulphide precipitates the aluminium hydroxide, 
Al,(OH)., with evolution of hydrosulphuric acid (156): 
A1^S04)> + 8(NH4)3S + 6H,0 = A1,(0H)« + d(NH4)sSO« + 3H,S 

168. Alkali carbonates also precipitate the hydroxide with evolution of 
carbonic anhydride — the precipitate being sparingly soluble in excess of so- 
dium or potassium carbonate, scarcely at all soluble in excess of ammonium 
carbonate : 

Al,(SO«). + dK,00. + 3H,0 = Al,(OH)« + 3K,S04 + 300, 

Barium carbonate, on digestion in the cold, precipitates the whole 
of aluminium from its chloride, as hydroxide mixed with a little basic 
salt. 

* Or AJ90«(OK)3. A series of volametric determinations, made hj Mr. J. N. Ayres and the aathor 
(Jour. Am. Chem. 8oe.^ Feb., 1860), give results according closely with this formala for potassium ala- 
minate, and Na«Als04 for eodiam alaminate— as fixed by the constituents of the solutions when the preci- 
pitatea are held dissolved by least excess of allcali. 
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Basic acetate of aluminium is precipitated as follows: To the eolation 
of aluminiiun salt add a little sodium or ammouium oarbonate, as much us 
can be added without leaving a precipitate on stirring, then add excess of 
sodium or ammonium acetate, and boil for some time, when tbe precipi- 
tation at length beeonied very nearly complete. 

169. Alkali phosphates precipitate aluminium phosphate^ white, Al,- 
(POjg, soluble in tbe fixed alkali hydroxides, not in acetic acid. 

To separate AXfrom PO41 fuse the precipitate or powdered substance with \% parts 
finely divided silica and 6 parts dried sodiuni oarbonata in a platinum crucible, for half 
an hour. Dij^st the mass for some time in water; add ammoniiim carbonate in excess^ 
filter and wash. The residue consists of aluminium sodium silicate; the solution con- 
tains the PO4, as sodium phosphate. The Al can be obtained frc»m the residue by dis- 
solving it in hydroohloilc aold, evaporating to dryness to render tbe siHca insoluble. 
Treat with hydrochloric acid, and filter; the filtrate containing aluminium chloride. 

Also, AI (and ferricum) may be separated from PO« by dissolving in hydzocfaloric 
acid, adding tartaric acid and then ammonia, and digesting some time with the mixture 
of magnesium sulphate, ammonium chloride, and ammonium hydnnicle. The fil- 
trate contains most of the aluminium. 

170. Sodium thiosulphate precipitates, from aluminium salts, in neutral solutions, 
aluminium hydroztde, with free sulphur, and liberation of sulphurous anhydride (a). 
The liquid should be dilute, and boiled till it no longer gives the odor of sulphur dioxide. 
This precipitation (Chancel's) is a separation from iron. If phosphates are present, 
and sodium acetate with acetic acid to acidify slightly, the aluminium is precipitated 
as phoapJiate. 

a. 2Al3(80i). -r 6Na,SsO, + 6H,0 = 2Al,(OH), + 88. + 680« + 6Ma,80« 

Potassium ferrooyanide very slowly precipitates a white mixture of aluminium hy- 
droxide and ferrous cyanide with formation of hydrocyanic acid. Ferricyanides do not 
precipitate aluminium ; neither do oxalates. Solution of borax precipitates an acid alu- 
minium borate, quickly changed to aluminium hydroxide. In very concentrated solu- 
tions, addition of potassium sulphate causes the crystallization of alum, potassium alu- 
minium sulphate^ in regular octahedrons or cubes. 

171. Compounds of aluminium are not reduced to the metal, but most 
of them are reduced to tiie oxide, by ignition on charcoal. If now this 
residue is moistened with solution of cobaltous nitrate, and again strongly 
ignited, it assumes a blue color. This test is conclusive only with infusible 
compounds, and applies only in absence of colored oxides. 

172. Estimation. — Aluminium is invariably weighed as the oxide, after 
ignition. It is separated from zinc as a basic acetate ; from chromium by 
oxidizing the latter to chromic acid, by boiling with potassium chlorate and 
nitric acid, or by fusing with KNO, and Na,CO„ or by action of CI or Br 
in presence of KOH, and after acidulating with HCl precipitating the alu- 
minium with ammonium hydroxide. It may be separated from iron by the 
tliiosulphate process ; also by precipitation with ammonium sulphide after 
adding tartrate of potassium and excess of ammonium hydroxide (Carnot). 
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173. Ozidatioii. — Pure aluminiam does nofc dissolve in nitric acid. It 
dissolves very slowly in cold sulphuric acid, evolving hydrogen, and if hot 
evolving sulphur dioxide. It dissolves in HCl and in solution of KOH, 
but molten KOH has no action on it. It reduces solutions of Pb, Ag, Hg, 
fin (Bi incompletely)^ Cu, Cd, Fe, COy Ni (Zn in alkaline solution only), 
Te, Se, Au, and Pt to the metallic state. As becomes AsH, with alkalies 
and acids, Sb becomes SbH, with acids, but with alkalies becomes metallic 
antimony. Compounds of Mn having more than two bonds are reduced to 
the dyad. Chromic acid is changed to a chromic compound. It also re- 
duces very many acids. 

CHBOMIUM. Cr = 52. 009. 

174. Specific gravity varies y according to method of preparation, from 
5.9 (Richter) to 7.3 (Bunsen). Melting point above that of platinum 
(Deville). 

176. Oocurrenoe. — Not found native. It is found in several minerals. 
Chrome-ironstone or chromite (FeOCr,Oj is the chief ore of chromium, 
and is usually employed in the manufacture of chromium compounds. 

176. Preparation. — (1) By electrolysis of the chloride. (2) By fusing 
the chloride with potassium or sodinm. (3) By ignition of the oxide with 
carbon. (4) By fusing Cr,Cl, with zinc, using KCI and NaCl as a flux, and 
]*emoving the excess of zinc by dissolving it in nitric acid, which does not 
dissolve metallic chromium. 

177. Propertied. — A light-green, crystalline, and almost infusible pow- 
der. .5 to .75 per cent, renders steel harder and improves its quality. 

178. Oxide and Hydroxide. — Chromous oxide (CrO) has not been 
isolated. The corresponding hydroxide Cr(OH), is made by treating CrCl, 
with KOH. Chromic oxide (Cr,0,) is made by a great variety of methods, 
^mong wliich are fusing the nitrate, or higher or lower oxides and hydrox- 
ides in the air ; heating mercurous chromate, or the dichromates of the 
alkalies. 

4Hg,CrO, = 2Cr,0. + 8Hg -f- 60, . 
(NH,),Cr,0, = Cr,0. + N, + 4H.O 
4K,Cr,0, = 2Cr,0. + 4K,CrO, + 30, 

In the last the K,CrO^ may be separated by water. After heating to red- 
ness Cr,0, is insohible in acids. Chromic hydroxide is precipitated by add- 
ing KH^OH to chromic solutions. That formed' by precipitating with 
KOH or NaOH retains traces of the alkali, not easily removed by washing. 
In addition to chromic acid (H,CrOj a per-chromic acid, supposed to be 
HCrO^, is formed when H,CrO^ is treated with peroxide of hydrogen 

(H.O,) 

170. Beaotioiis of Chxomoiu Salts. — Chromous chloride (CrCl,) is 
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formed by dissolving the metal in HCl, or by gently heating Cr,Cl, in hy- 
drogen gas. The blue solution formed by treating a solution of Cr,Cl, with 
zinc contains CrCl, (J. Pr. Chem., 90, 12). It is a strong reducing agent, 
oxidizing rapidly when exposed to the air. From its solution KOH and. 
NaOH precipitate Cr(OH),. Precipitates are formed by NH^H, by solu- 
ble carbonates, sul})hides, sulphites, etc. 

180. Solubilities of Chromio Salts. — There are two modifications uf 
chromic salts, one having a green color and the other violet to red. There 
are many double salts. The chloride is deliquescent. 

CJiromic oxide, hydroxide, and phosphate are insoluble in water. The 
carbonate and sulphide are not formed in the wet way. There are modifi- 
cations of the chloride and sulphate insoluble in water. In analysis, chro- 
mium is precipitated in the third group as a hydroxide, and identified by 
the oxidation of this hydroxide to a salt of chromic acid, known by its col- 
ored precipitates with lead and barium salts. It is separated in the First 
Division of the group. 

181. Beaotions of Chromio Salts. — The fixed alkali hydroxides, as 
KOH, precipitate tiie bluish-green chromic hydroxide, Cr,(OH),. Other 
hydroxides are formed in certain conditions. The precipitate redissolves 
readily in excess of the alkalies while cold, the gi*een solution being K,Cr,0^. 

Long boiling reprecipitates the whole of the chromium, as hydroxide ; 
the same result is effected on heating by addition of ammonium chloride. 
(Compare 167, last equation.) 

Ammonium hydroxide precipitates chromic hydroxide, which but 
slightly redissolves with excess of the alkali in the cold and all reprecipi- 
tates readily on heating. The precipitate from solutions of green chromic 
salts is grayish green, dissolving with acids to form a gi*een solution again ; 
from solutions of violet chromic salts the precipitate is grayish-blue, dis- 
solving with acids to reproduce the violet solution. The tints are, how- 
ever, modified by the degree of concentration of solution, and by other con- 
ditions. 

182. Hydrosulphuric acid does not affect solutions of chromic salts, 
whether acid, neutral, or alkaline, and ammonium sulphide precipitator 
the hydroxide with evolution of hydrosulphuric acid. The equation corre- 
sponds to that for aluminium (167). 

Both hydrosulphuric acid and ammonium sulphide, acting on Chromic 
Add or chromates, abstract oxygen and form the chromic base. In the 
neutral solution for the third-group precipitation this deoxidation leaves 
the chromium in the precipitate as a hydrate ; whence it is that the occur- 
rence of chromium in the third group of bases, as frequently as otherwise, 
must be refeiTed to the existence of combinations of chromic acid in the 
material examined. (See 194 a,) 

183. Alkali oarbonates precipitate chromium hydroxide, nearly free* 
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from carbonate, somewhat soluble in excess of potassium or sodiam car- 
bonate : 

Or,(80«), + 3K,00, + 3H,0 = Or,(OH)« + 3K,80« + 800, 
Barium carbonate precipitates chromium from its solutions (better from the chloride) 
JLS a hydrate with some basic salt, the precipitate being complete after long digestion in 
the cold. For removal of excess of reagent, add H38O4 and the filtrate will contain the 
chromium as a sulphate. 

184. Soluble phosphatM—as NaiHPOi — precipitate chromic phosphate, Ort(P04)t, 
insoluble in acetic acid. Cyanide of Potaaainm precipitates the hydroxide. Fenrooy- 
■anidaa, and oxalates, cause no precipitates. Potaasiam ohromate colors an acid solu- 
tion of chromic salt brown-yellow ; on addition of ammonium hydroxide, a precipitate of 
Che same color is obtained, chromic chromate. (Maus) Pogg. Ann, 9, 127. 

Or2(804)s + 5KsOrO« = OrsOsOr04 + 2KtOri07 + 8K18O4 

186. Chromic oxide and chromic salts dissoWe in beads of mioroooa- 
mio salt, and of borax, before the blow-pipe, in both reducing and oxidiz- 
ing flames, with a yellowish-green tint while hot, becoming emerald-green 
when cold. 

186. Estimation. — ^Chromium is weighed as an oxide. It is brought 
into this form either by precipitation as a hydroxide and ignition, or by 
simple ignition. It may, however, be changed to a chromate, and esti- 
mated as such. 

187. Oxidation. — Metallic chromium does not dissolve in HKO., but 
<(uickly dissolves in HCl, forming CrOl,, which is a strong reducing agent, 
changing HgCl, to Hg,Cl„ CuSO^ to Cu, SnCl, to Sn, etc. 

(7Aro7>HV: compounds in alkaline mixture are oxidized to chromates by 
reducing FbO, to PbO, Ag,0 to Ag, Hg,0 and HgO to Hg, CuO to Cu,0, 
K,l£n,0. to MnO,; also by CI, Br, and I forming a chloride, bromide, or 
iodide. A chromate is formed when, in the presence of Na^CO,, any chro- 
mic compound is fused with ENO,, KCIO,, KBrO,, or KIO, ; KO and a 
chloride, bromide, or iodide being produced. 

CHBOMIC ACID. 

188. Chromic anhydride, CrO,, commonly called "chromic acid," is a 
8carlet-red solid, usually in acicular crystals, very deliquescent in the air, 
and soluble in a small proportion of water. It is a very powerful oxidizing 
agent, acting explosively with combustible substances, and as a caustic to 
living tissiies. Its soluble salts are poisonous, and have a bitter metallic 
taste. 

189. The alkali metals form yellow normal chromates and reddish di- 
chromates; most other metals form normal chromates, yellow or red ; a 
few form only basic or instable chromates. Most soluble salts of chromic 
acid crystallize in permanent forms ; sodic normal chromate is efflorescent. 

190. All the chromates of the alkali metals, and those of magnesium. 
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calcium, zinc, aud copper, are soluble iu water ; Birontiam and mercoric 
chromutes sparingly soluble ; bai'ium, manganons, bismuth, mercuroos^ 
silver, and lead chromatcs insolable in water. Nitric acid transposes cbro- 
mates. 

191. Load salts precipitate, from normal and from superchromates, the 
yellow, lead chroniate^ PbCrO^, slowly soluble in nitric acid, not soluble in 
acetic acid, difficultly soluble in potassium hydrate. 

192. Barium salts precipitate from solutions of normal chromates, also 
from concentrated solutions of superchromates, the normal barium cliro* 
mate, yellow, soluble in hydrochloric and nitric acids, slightly soluble in 
chromic acid (105). 

193. 8UT«r lalts precipitate silver ehramaie, AgtOxOi, dark red, soluble in nitric 
acid and in ammonia. BC«roiiroiis nitrato precipitates tnereurotia chrotncUe, HgsOrO«, 
dark red, decomposed by ignition into chromic oxide, oxygen, and vapor of mercury 
(178). • 

194. Chromic anhydride and chromates are DEOXIDIZED TO CHROMIC com^ 
pounds by various reducing agents. The following instances occur frequently in quali- 
tative analysis : other examples are given, in the study of Chromate reductions. 

Hydroralphurio add, in acid solutions, quickly causes reduction to a green chromic 
salt solution (a). At first the sulphur is all precipitated, white in the green liquid ; but 
on warming, it slowly dissolves by oxidation to sulphurous acid, with precipitation of 
brown basic chromate (6), the action being continued, with slow oxidation of the sul- 
phurous acid (fi) [H. B. Parsons]. Ammonium sulphide, in solutions neutral or alkaline, 
precipitates chromic hydrate, green, with oxidation of the sulphide. The precipitate is 
liable to contain sulphur. In case of yellow or supersulphide of ammonium, it is stated 
that thiosulphate is obtained in the solution {d). 

a. 4H,OrO« + 12H01 + 6H,8 = 20r,0I« + 88« + 16H,0 

b. 12HiOx04 + 38. = 40riOaOrO« + eHiSOa + 6HsO 

c. 2HiOr04 + 3H«SOs = Ors(S04)s + 5H,0 

d. KaOrsOr + (NH4)aSt + 4H9O = Or,(OH)6 + KsSaOs + 2NH4OH 

195. By ignition on charcoal the carbon deoxidizes chromic anhydride, 
free or combined, and o, green mass, Cr,0,, is left. Chromates give, in the 
beads, the results described for chromic base in 185. For a more complete 
statement of the oxidizing action of this acid see under cliromic acid> 
Part II. 

mON. Pe = 56.913. 

196. Specific gravity variable ; reduced by electricity 8.1393 (Smith) ; 
by hydrogen 8.007 (Schiff); by carbon 7.130 (Playfair). Melting-pointy 
gray cast, 1275° 0. (2327° R) (Ledebur); cast steel, 1375° C. (2507° F.) 

(Bloxam). 

197. Ooourrenoe.— Native iron is rarely found except in meteorites. 
The chief ores of iron are red hematite or specular iron ore (Fe,Oj, brown 
hematite (^'Fefi^. 3H,0), magnetic iron ore (Fe,0,), iron pyrites (FeSj, 



Iron. 47 

spathic iron ore (FeCOj, clay iron-stone (FeCO, with clay)| black band 
(FeCO, mixed with bituminous matter). 

198. Preparation. — Pure iron is not usually found in the market. It 
is made : (1) by electrolysis ; (2) by heating its purified salts with hydrogen; 
(3) by heating the purified salts with some form of carbon ; (4) in metal- 
lurgy it is made from the ores, and the reducing agent is coal^ charcoal, 
and, more recently, natural gas. 

199. Properties. ~ Pure iron is the most tenacious of all the metals ex- 
cept cobalt and nickel. It softens at a red heat, may be welded at a white 
heat, but above the melting point is brittle under the hammer. Finely di- 
yided iron burns in the air when ignited. When made by (2) it is a very 
fine powder, and if made at as low a temperature as practicable, it takes fire 
spontaneously when exposed to the air. Steel contains from 0.2 to 1.6 per 
cent, of carbon, while cast iron contains from 2 to 5 per cent. Pure iron 
is attracted by the magnet, but doesjiot retain its magnetism. Permanent 
magnets are made of steel. All the ordinary properties of iron are too well 
known to need any description. 

200. Oxides and Hydroxides. — Ferrous oxide (FeO) is made from 
Fe,0, by heating it to 300° C. in an atmosphere of hydrogen ; also by heat- 
ing Fe,C,0^ to 160° C, air being excluded. It takes fire spontaneously in 
the air, oxidizing to Fe,0,. Ferrous hydroxide, Fe(OH), is formed by pre- 
cipitating ferrous salts with KOH or KaOH, perfectly white when pure, 
but frequently green ttom partial oxidation. Ferric oxide, Fe,0„ is formed 
by heating FeO, Fe(OH)„ or any ferrous salt consisting of a volatile or 
organic acid in the air ; more rapidly by heating Fe,(OH)^ Pe,(NO,)„ or 
Fe,(SOj,. Ferric hydroxide is formed by precipitating cold dilute feme 
salts with alkalies or alkali carbonates, and drying at 100° C. If KOH or 
NaOH 18 used, the precipitate requires longer washing than when NH.OH 
is employed. By increasing the temperature and concentration of the solu- 
tions the following definite compounds may be formed : Pe,0,(OH),, 
Fe,0(OH),, Fe,0.(OH)„ Fe,0,(OH)„ Fe^O^OH),, (hexaferric-tetroxide- 
dekahydroxide). Fe,0, is slowly formed by heating FeO or Fe,0, to a 
white heat. Its corresponding hydroxide may be made by precipitation, 
Fed, -f Fe,Cl. + 8NH,OH = Fe,(OH). -h 8NH,CL Fe.(OH), when 
heated to 90° C. forms Fe,0,. The black color and magnetic properties 
show that it is a chemical salt and not a mechanical mixture of PeO and 
Fe,0,. (Pe,)^t acts as an acid towards the Pe" ; this oxide, Pe.O,, or PePe.O,,. 
may be called ferrous ferrite. Other ferrites have been formed— ^.^., cal- 
cium ferrite, CaPe.O, (Percy) ; MgPe.O, and BaPe.O, (List, Ber, 1878,. 
1512) ; zinc ferrite, ZnPe,0^ (Ebelmex). Compare potassium aluminate 
(K,A1,0,), and potassium chromite (K,Cr,0,) (167 and 181). 

201. Ferric Acid, H,PeO„ and its anhydride (FeO.) have not been iso- 
lated. Potassium ferrate (K,PeO,) is made (1) by electrolysis ; (2) by iieating 
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iron filings, FeO or Fe,0,, to a red heat with ENO, ; (3) by heating 
Pe,(OH), with potassium peroxide E,0^ ; (4) by passing CI or Br into a so- 
lution of 5 parts of KOH in 8 parts of water in wliidi Fe,(OH), is suspend- 
ed ; the tempei-ature should be not above 50^ G. (122 F.) ic has a purple 
color ; is a strong oxidizing agent. It slowly decomposes on standing 
(4K,PeO, + 10H,O = 8KOH + 2Fe,(OH), + 30,). With barium salts it 
precipitates a stable barium ferrate (BaFeOJ. 

202. Solubility of Iron. — Iron dissoWeSy in hydrochloric acid, and in 
dilute sulphuric acid, to ferrous salts, with liberation of hydrogen (a); con- 
centrated cold H,80^ has no action, but if hot SO, is evoWed and a ferric 
salt formed {h) ; in moderately dilute nitric acid, with heat, to ferric ni- 
trate, liberating chiefly nitric oxide (c)\ in cold dilute nitric acid, forming 
ferrous nitrate with production of ammonium nitrate (e7), of nitrous oxide 
(e), or of hydrogen (/): 
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In dissolving the iron of commerce in hydrochloric acid the carbon 
-which it always contains, so far as combined in the carbide of iron, will 
pass off in gaseous hydrocarbons, and so far as uncombined will remain un- 
'dissolved, as graphitoid carbon. 

Iron acts as a base in two kinds of salts : the ferrous and the ferric ; 
■both are stable, in considerable variations of temperature, when undis- 
;turbed by other substances ; but the ferrous compounds are changed to fer- 
ric by contact with the air, and by oxidizing agents generally ; while the 
ferric compounds are permanent in the air, but are changed to ferrous com- 
binations by reducing agents. In the systematic course of analysis, by the 
treatment necessary in separation from other metals, the ferric compounds 
4ire reduced to ferrous compounds, and then, by air and by reagents, par- 
tially or wholly changed to ferric compounds again, and the original sub- 
.stance must always be tested for determination, whether ferrous or fer- 
ric. The metal oxidizes in moist air to tetraferric-trioxide-hexahvdrox- 
ide, Fep,(OH),. By ignition in the air, chiefly feiTous oxide is formed, 
but by a long-continued white heat Fe,0^ is formed, see (200). Scale ox- 
ide is (FeO),Fe,03. 

203. Solubilities of Ferrous Salts. — ^FEBBOUS salts, in crystals and 
in solution, have a light green color. The oxide is black ; the salts slightly 
redden litmus. The sulphate (7 aq.) is efflorescent ; the chloride, bromide, 
iodide, and citrate are deliquescent ; the hydrate, chlorate, and sulphite ai'e 
especially instable. 

Tiic hydroxide, oxide, carbonate, sulphite, phospJiate, borate, oxalate. 
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cyanide, f errocyanide^ ferricyanide, tartrate, and tannate are insolable in 
water. lu analysis, feiTous compounds are identified as ferrous by their 
blue precipitate with ferricyanide (208); and, as iron, by the red solution 
which, after oxidation, they form with sulpliocyauate. 

204. Beaotions of Ferrous Salts. — Tiie alkali hydrates precipitate 
ferrous hydroxide, re(OH)„ white if pure, but seldom obtained suflBcieutly 
free from ferric hydrate to be clear white, and quickly changing, in the 
air, to ferroso-ferric hydroxide, of a dirty-green to black color, then to fer- 
ric hydroxide (212), of a reddish-brown color. The fixed alkalies adhere to 
this precipitate. Ammonium ohloride or sulphate, sugar, and many or- 
ganic acids, to a slight extent, dissolve the ferrous hydrate or prevent its 
formation (compare 154). 

205. The soluble carbonates precipitate, from purely ferrous solutions, 
ferrous carbonate, FeCO,, white if pure, but soon changing, in the air, to 
the reddish-brown ferric hydrate (212). 

206. Hydrosnlphurio aoid does not disturb ferrous salts — the acetate 
being only slightly precipitated, as explained in 157. Ammonium sul- 
phide 2>rec]pitates ferroxis sulphide, FeS, black. The moist precipitate is 
jslowly convertecl, in the air, to ferrous sul2)hate ; and afterward to basic 
ferric sulphate, Fe,0(SOj,. 

207. Alkali phosphates — as Na,HPO^~ precipitate two-thirds metalh'c 

ferrous phosphate, FeHPO^, mixed with the full-metallic salt, Fe,(POj,, 

white to bluish-white. By the addition of an alktili acetate, the precipitate 

is obtained of full-metallic phosphate exclusively : 

8Fe80« + 2Na9HPO« + 2Na09HsO, = Fei(PO«), + 8Nas80« -f 2HOaH.O, 

208. Cyanides — as KCN — give a yellowish -red precipitate, chiefly fer- 
rous cyanide, soluble in excess of the reagent; the solution constituting 
potass 11 m ferrocyanide. 

Ferrocyanides — as K^Fe(CK'), — precipitate potassium ferrous ferrocy- 
'anide, K,FeFe(CN),(Everitt's salt), bluish-white, insoluble in acids. This 
is converted to Prussian blue (217), gradually by exposure to the air, imme- 
diately by oxidizing agents : 
4K,FeFe(0N)e + 63 + 4H01 = F64(Fe(ON).), + K4Fe(ON). + 4KC1 + 2H,0 

Ferricyanides — asK,Fe,(CN)„ — precipitate (even from dilute solutions) 
ferrous ferricyanide, Fe,Fe,(CN),„ dark blue, insoluble in acids. This 
important test reveals the presence of traces of ferrous salt, in ferric solu- 
Hans. For this purpose the solution must be dilute, as stated at 217^ and 
the original solution always employed, because the oxidation of iron is al- 
tered by chemical operations. 

Alkali hydroxides decompose the precipitates above named : with po- 
tassium ferrous ferrocyanide, forming alkali ferrocyanide and ferrous hy- 
droxide ; with ferrous ferricyanide, forming alkali ferricyanide and ferrous 
hydroxide : 
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K^T^P^iOVt). + 2KOH r= K«F«(ON)« + F6(OH), 
Fe,Fe,(CN)i, + 6KOH = K«F«,(ON)i. + 8F«(OH)i 

Sulphooyanates give no reaction with ferrous salts. 

209. Oxalic acid and oxalates precipitate ferrous oxalate, FeC,0^^ 
yellowish-white^ crystalline, sparingly soluble in boiling water, decomposed 
by mineral acids not too dilute. 

210. Tannic add, and tincture of galls, with concentrated solutions of 
purely ferrous salts, give a white gelatinous precipitate of ferrous tannate, 
which is quickly oxidized by exposure to the air to blue-black ferric tan- 
nate — long used for writing ink. 

211. By ignition and in beads before the oxidizing flame of the blow- 
pipe ferrous salts give the Siime reactions as ferric (220). 

212. Solubilities of Ferric Salts. — ^FEBBIO salts form solutions hav- 
ing a brownidh yellow color, and reddening litmni. Most soluble ferric 
salts are deliquescent. Ferric oxide, in powder, is reddish-brown ; in native 
crystal, steel-gray. It is soluble in hydrochloric acid, not very readily, but 
much quicker than in other acids. 

The fiydroxide, oxalate, phosphate, ferrocyanide, tannate, gallate, bo- 
rate, and sulphite are insoluble in water. The chloride is soluble in alcohol 
and in ether ; the sulphate is soluble in alcohol, a separation from ferrous 
sulphate. Ferric carbonate is not formed, and ferric sulphide is not formed 
in ordinary conditions of wet analysis. In analysis, ferric compounds are 
identified by tlie red solution they form with sulphocyanate, and distin- 
guished from ferrous forms by not causing a blue precipitate with ferricy- 
anide (217). Ferricum is separated in the First Division of Group III., 
with the other pseudo-triads. 

218. Beaotions of Ferric Salts. — The alkali hydroxides precipitate 
ferric hydroxide, Fe,(OH),, variable to Fe,0,(OH)„ reddish-brown, insol- 
uble in alkalies or ammonium salts. Salts of fixed alkalies adhere to this 
precipitate with great tenacity. 

Alkali carbonates — as K,CO, — also precipitate the hydroxide, contain- 
ing traces of carbonate. Begarding barium carbonate, see 219. 

Fe,01e + 8K9OO, + 3HiO = Fe,(OH). 4- 6KCI + 800, 

214. Hydrosulphuric acid does not precipitate iron from ferric solu- 
tions ; but reduces tliem to the ferrous combination, with precipitation of 
sulphur. 

215. Ammonium sulphide precipitates ih^ ferrons sulphide yfxih free 
sulphur, FeS with S, a reduction of the metal to the condition of a dyad. 
Hence, the ammonium sulphide precipitate contains iron in ferrous condi- 
tion only. 

216. Phosphates — asNa,HFO^ — precipitate, /crn'^? phosphate,'Fe^{'BOX* 
scarcely at all soluble in acetic acid, but readily soluble in hydrochloric,. 
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nitric, and sulphuric acids. Hence, ferric suits which are not acetates are 
precipitated by phosphoric acid with co-operation of alkali acetates (207): 
FesOU + 2H,P04 + 6NaO«H,0, = Fe^CPOOs + 6Na01 + 6HO,H.Oti 
lu this way phosphoric acid is removed from alkaline earth buses — in so- 
lutions of alkaline earth phosphates, in hydrochloric or nitric acid. 

217. Soluble cyftnides — as KCN — precipitate, from ferric salts, the liy- 
rfra/«, with evolution of hydrocyanic acid (a). 

Ferrooyanides — ^as K^Fe(CH"), — precipitate/igrric/errocyanWe, Pe^(PG- 
(CN) J,9 Prussian blue, insoluble in acids, decomj^osed by alkalies (b). Strong 
acids color the reagent blue, and render the test fallacious ; acetic acid is 
free from this objection, and addition of potassium acetate enables the test 
to be made in acid solutions. By excess of the reagent the precipitate is 
somewhat soluble to a blue liquid. 

Sulphocyanates— as KCNS — form, in solution, ferric sulpJtocyanate, 
Fe,(CNB),y of a blood-red color so intense that this is an exceedingly deli- 
cate test for iron when in the ferric condition (c). 

The red salt is freely soluble in water, alcohol, and ether, and extracted by ether 
from aqueous solutions; is decomposed by alkalies, but not by acids. Traces of ferric 
salts are revealed by adding the reagent, slightly over-saturating the mixture with ether | 
the excess of which will rise to the surface, colored by any ferric sulphocyanate, concen- 
trated from the mixture.* The color of the liquid is destroyed by mercuric cliloride (d); 
also by phosphates, borates, acetates, oxalates, tartrates, racemates, malates, citrates, 
succinates, and the acids of these salts. Molybdenum dioxide, also nitric and chloric 
acids, give red color with the sulphocyanate, removed by heat. To determine the condi- 
tion of iron iJie original schttion only can be used (202). 

Ferricyanides — as "K^eJ^CN)^^ — form no precipitate in feme solutions, 
but give a green, or, in some proportions, brown color to the liquid (c), which 
should be diluted until transparent enough to reveal minute portions of 
blue precipitate if ferrous salt is present (208). The addition of stannous 
chloride, 8nCl„ or some other strong deoxidizing agent to the mixture of 
ferricyanide, wherein no precipitate is found, constitutes a delicate test for 
ferric salts. 

Some of the above-named reactions of ferric salts with cyanogen com- 
pounds are defined in the following equations : 

a. Fe,01e + 6KON 4- 6H,0 = Pea(OH)6 -h 6HOK + 6K01 
ft. Pe4(Fe(ON).). + 12KOH = 8K4Fe(ON)e + 2Pea(OH). 
(Decomposition of K4Pe(ON)e by acids, see Part II.) 

c. Pe..01e + 6KON8 = Pe,(ONS)« -h 6K01 

d. Pe,(ONS)« + aHgOl, = 3Hg(ONS)a + Pe,Cl, 

e. Pe,01. + K.Pe,(ON)„ = 6K01 + PeaPe,(ON)„ 

218. The acetates — as NaC^HjO, — ^form, in the cold, a dull red liquid, 
ferric acetate, Fe,(C,H,0,)„ not decolorized by mercuric chloride. On boil- 

* Natansok, ZdUch. analyf. Chem.^ iii. 870. 
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ing the solution basic ferric acetate is precipitated, finally becoming bj- 
drate. Sulphites give, likewise, a red solution of ferric sulphite, decom- 
posed by boiling.* 

219. Tannic acid — and tincture of galls — ^precipitate ferric salts blue- 
black, as ferric tanuate, the basis of common ink. 

Ammonium Suooiiuita precipitates reddish-brown ferric succinate. 

Carbonates of Ba, Oa, Mg, Mn, Zn, and Ou precipitate ferric hydroxide from the 
chloride even in the cold (leaving barium chloride in solution) : 

Fe,01« + SBaOOa + 3H9O = Fe,(OH)« + 8BmCl« + 300, 

The excess of the barium carbonate is filtered out with the ferric hydroxide, and may 
be separated by addition of sulphuric acid, which changes it to insoluble barium sulphate, 
and leaves ferric sulphate in solution. If ferrous chloride were in the original solution, 
the barium chloride formed in the reaction may be separated from it, likewise, by addi- 
tion of sulphuric acid. 



220. The larger number of iron salts are decomposed, as solids, by heat; 
ferric chloride vaporizes, undecomposed, at a very little above 100° C. (212° 
F.) Ignition in the air changes ferrous compounds, and ignition on char- 
coal or by the reducing flame changes ferric compounds to the inagneiic 
oxide, which is attracted to the magnet. 

In the outer flame, the borax bead, when moderately saturated with any 
compound of iron, acquires a reddish color while hot, fading and becoming 
Wghi yello 10 yfli^n cold, or colorless, if feebly saturated. The same bead, 
held persistently in the reducing flame, becomes colorless unless strongly 
saturated, when it shows the pale ^rec/i color of ferrous compounds. The 
reactions with microcosmic salt are less distinct, but similar. Cobalt, nickel, 
chromium, and copper conceal the reaction of iron in the bead. 

Ferric compounds, heated briefly in a blue borax bead holding a very 
little cupric oxide, leave the bead blue ; ferrous compounds so treated 
change the blue bead to red — the color of cuprous oxide. 

221. Becapitulation of Distinctions between Ferric and Ferroiis Com- 

poundB: 

Ferric Compounds. Ferrous Compounds. 

(1) Ferricyanides. No pre. , green color, 217. Deep blue pre. Fe,Fe,(CN)„. 

(2) Sulphocyanates. Red sol. Fe,(CH'S).. No change. 

(3) Ferrocyanides. Blue pre. Fe,{Fe(CN),),. Pale blue pre. K,FeFo(CGN'),. 

(4) Carbonates. Effervescence (213). No effervescence (205). 

(5) Cyanides. 217. 208. 

* Meconic acid and Fonn!c acid form red #olationa toith ferric salts. Benzoic ncid glyea a flesh-colored 
precipitate; salicylic acid a deep violet color; phenol and creosote, each a blae color; saligenin a bine color; 
and varioQs componnds of the ** aromatic group/* hydroxyl sabstitntions in benzine derivatives, frive bine to 
violet colors. Morphine, psendomorphine, and daphnin give the blue color. 
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(6) Reducing agents. 

Hjdrosulpli. acid. (Deodorized and S. 

precipitated.) 
Sulphurous acid. (Deodorized.) 

(7) Oxidizing Agents. 

Nitric acid, .... 202 {e) (Brown gas, by heat. ) 

Bromine, (Deodorized.) 

Ciiloriue water, . . . (Deodorized.) 

222. Estimatioii of Fe".— (1) By conversion into Fe,0, and weighing 
as such ; (2) by converting it into PeS and weighing as such ; (3) by treat- 
ing witJi AuCl, and weighing the reduced gold ; (4) volumetrically (a) by a 
solution of K,Mn,Og of known strength, 

(IOP6SO4 + KtiMiitOs + 8H,S04 = 5Pe,(S04)« 4- K.80« + 2Mn804 + 8H,0); 
{b) by a solution of K;Cr,0, of known strength, 

(t)F«804 + K,Or,0, + 7H,SO« = 8Fea(S04). + K,804 + Or,{S04), + 7H,0), 
the end of the reaction is determined by K,Pe,(NC),,. 

223. Estimation of (Fe,)^'.— (1) It is converted into Fe,0, or FeS, 
and weighed as such ; also (2) volumetrically (a) by a solution of sodium 
thiosulphate of known strength 

(Fe,01« + 2Na,8,0, = 2Fe01, + Na,840« + 2Na01) 
A few drops of a solution of CuSO^ are added. The CuSO^ in some manner 
not well understood hastens the reaction and gives more accurate results. 
The end of the reaction is shown by KCNS ; {b) by a solution of SnCI, of 

known strength 

(FoaOlc + 8n01, = 2Fe01a + 8nOl4) 

Tlie excess of SnCl, used is determined by a solution of iodine in KI, and 
deducted from the whole amount used ; (c) by a solution of Cu,Cl, of 

known strength 

(Fe,01. -f Ou,01, = 2Fe01« + 20u01a) 
A drop of KCNS is first added, and the reduction is complete when the 
color disappears. 

224. Oxidation. — Metallic iron precipitates the free metals from solu- 
tions of Au, Ft, Ag, Hg, Bi, and Cu. 

Solutions of Fe" are changed to (Pe,)^' solutions by treating with solu- 
tions of Au"', Ag', Or", Mn^", Mn^, and H,0,. In presence of some di- 
lute acid, such as H,SO, or H,FO, by PbO„ Pb,0,, Mn,0„ MnO„ Mn,0„ 
Co,0„ Ni,0,. The following acids also oxidize Fe" to (PeJ^S HKO„ 
HNO„ HCIO, HCIO,, HCIO,, H,SO^ (if concentrated and hot), HBrO, 
HBrO,, HIO„ Br, CI. Br and CI in presence of KOH changes Fe" and 
(Fe,)^ to K.PeO,. 

226. (Pe,)^» is changed to Fe" by solutions of Sn", (Cu,)", H,PO„ 
H,PO,, H,S, H,SO„ Na,S,0,, and HI. Also by nascent hydrogen, or hv 
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any of the metals which produce hydrogen when treated with acids, includ- 
ing Zn, Sn, Cd, Al, As, Sb, Bi, Fb, Cu, and Fe. 

MANGANESE. Mn == 54.855. 

226. Specific g ravity 7.14 to 7.20 (Brunner). Melts at the highest heat 
of the blast furnace (Clarke). 

227. Ocourrenoe. — Not found native. Its chief ore is pyrolusite (MnOJ. 
It u also foiitid as brauuite (Mn,OJ, hausmaunite (Mn.Oj, mangauiie 
(Mn,0,(OH),), manganese spar (MnCO.), manganese blende (MnS), and as 
a constituent of many other minerals. 

228. Preparation. — (1) By electrolysis of the chloride. (2) By reduc- 
tion witii metallic sodium. (3) By reduction with some form of carbon. 
It hiis not been reduced by hydrogen. 

229. Properties. — A brittle metal, having the appearance of cast iron ; 
harder than steel, and when mixed with it improves its quality. It oxidizes 
in the air, and must be kept under naphtha. It decomposes water at ordi- 
nary temperatures, rapidly when heated. 

280. Oxides and Hydroxides. — Manganous oxide (MnO) represents 
the only base capable of forming stable manganese salts. It is formed (1) 
by simple ignition of Mn(OH),9 MnCO,, or MnC,0^, aii* being excluded. 
(2) By ignition of any of the higher oxides of manganese with hydrogen in 
a closed tube. If prepared at as low a temperature as practicable, it is 
a dark gray or greenish gray powder and oxidizes quickly, in the air, to 
Mn,0^. If prepared at a higher heat it is more stable. Manganous hydrox- 
ide (Mn(OH)J is formed from manganous salts by precipitation with alka- 
lies. It quickly oxidizes in the air, forming Mn,0,(OH)„ thus changing 
from white to brown. 

231. Manganic oxide (Mn^O,) is formed, (1) by heating MnO, Mii,0^, or 
MnO, to a red heat in oxygen gas (Schneider ; Pogg. Ann. 107, 605); (2) 
by heating Mn(OH)„ M]i(NO,), or any of the higher or lower oxides in the 
air (Fehlino's Hdndbuch der Chemie, 1886, 4, 253). Mn,0,(OH), (di- 
manganic dioxide dihydroxide) is formed (1) by oxidation of Mn(OH), in 
the air ; (2) by treating MnO, with concentrated H,SO^ at a temperature 
of about 130° C, forming Mn,(SO^), and then adding water, 

Mb,(804)s + 4H,0 = Mn,03(OH)t + 8H18O4 
(Carius, 1856, Ann, Ch, Pharm. 98, 63). 

232. Trtmanganese tetroxide (Mn,OJ is formed when any of the higher 
or lower oxides of manganese or any manganese salts with a volatile acid 
are heated in the air to a white heat. The corresponding hydroxide would 
be Mn,(OH)g; this has not been isolated. A corresponding oxide hydrox- 
ide is formed by adding freshly formed and moist MnO, to an excess of 
MnCl,. containing NH.Cl (Otto, 1855). 
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233. Manganese peroxide (MnO^) is formed (1) by heating Mn(NO,), 
to 200'^ C. (KuHLMANN, 1874) ; (2) by heating MnCO, with KCIO, to 300^ 
O. ; (3) by boiling any manganous salt with concentrated HNO, and KCIO,. 
A corresponding hydroxide, Mii(OH)^, has not been isolated. Seyeral 
oxide hydroxides — e,g,y MnO(OH),, Mn,0,(OH)„ 3Jin,OXOH)^, etc., have 
been produced. 

234. Manganites. — ^The tetrad manganese (Mn^) sometimes plays the part of an 
Acid toward the stronger bases. Potassium manganite, KaMntOn, is formed by treat- 
ing potassium manganate, KsBSnOi, with carbon dioxide (Post, 1879 : Ber, 1469). 

ISKaBSnOi + 900s = KsMntOn + dKsBCniOs + 9K3OOS 

Calcium manganite, (OaMnsOn), has been isolated. S«BIn04 with HNOs or H1SO4, 
or other strong non-reducing acids, forms MnOs, or one of its hydroxides. 

236. Manganese Dioidde, Mn'^'Oa, constitutes the commercial source of manganese 
and an important oxidizing agent, as Pyrolusite. Salts of this type are not formed, and 
the action of hydrochloric acid with heat slowly dissolves (raduoas) the dioxide to man- 
ganous chloride, with evolution of chlorine : 

BCnOs + 4B01 = M&01« + Ol, + 2H«0 

Free chlorine, bromine, and iodine are obtained in accordance with this reaction (or 
some mo<lification of it), and immense quantities of native manganese dioxide are re- 
quired for the liberation of these elements in manufacturing operations. The production 
of chlorine is frequently effected by using sulphuric acid and common salt, instead of 
hydrochloric acid : 

BCnOt + 2Na01 + 2Hs80 = BS11SO4 + Na«804 + Ol, H- 2HiO 

Oxygen also can be obtained from binoxide of manganese, by action of sulphuric 

-Acid * 

2Mn09 1- 2Hs804 = 2M11BO4 + 2H«0 + Os 

Further, regarding Mn"" as an oxidizing agent, see Part 11. 

236. ManganatM.— Manganic acid, H«Miivi04f is not known in a free state. The 
corresponding potassium salt, KtMn04t is formed when any form of manganese is fused 
with KOH or KsOOs (1) in the air, see (6) and (e) (249), oxygen being absorbed ; or (2) with 
SNOs or KOlOs, NO or KOI being formed. A manganate of the alkali metals is solu- 
ble in water, with gradual decompo9ition into manganese dioxide and permanganates : 

8KtMii04 + 2BaO = KiMn,Oe + MnOt + 4KOH 

Free alkali retards, and free acids and boiling promote, this change. Manganates have 
a green color^ which turns to the red of permanganates during the decomposition inevita- 
ble ir solution. This is the usual method of manufacturing KsMntO*. 

237. Permanganic Acid is not in use as an acid, but is represented by the perman- 
^nates, as K«(Miis)^i^08* The permanganic acid radical is at once decomposed by 
addition of strong acids to a solid permanganate, but in water solution this decomposi- 
tion does not at once take place, except by contact with oxidizable substances. The ox- 
idizing power of permanganates extends to a great number of substances, possesses dif- 
ferent characteristics in acid and in alkaline solutions, acts in many cases so rapidly as to 
be violently explosive, and is of such quantity that four parts of the absolute potassium 
salt furnish over one part of oxygen (equation a). 

For the study of Permanganates in oxidation, see Part II. The reactions with ferrouB 
aalta (b) and with oxalic acid (e) are much used in volumetric analysis : 

* In pennans^anateii, manfcaneee may be considered aa an octad. In the compounds of which two of its 
atoms are held to each other by one bond of each ; the pair having twice seven bonds for other elements, 
and having always an even number of atoms in correctly written formulae. 



56 Manganese. 

a. 2S,BCn90t + 0H«8O4 = 4BCb80« + 2Kt80« + 60t 4- (SHsO 

ft. K«Mii,Os + 10F«OU + lOHCn = 2BIn01i + I^Ol + SFetOU + 8HtO 

6. KsBCn,Og + 5HtO«04 + 6H01 = 2Mn01i + 8HtO + lOOOt + 2KC1 

238. Permanganates are all scdaUe in water, silver permanganate being onlj sparingly 
soluble. The most of them are (Uliquaaoant. Their solutions have a deep red color. 
Slight deoxidation may give the green color of manganate. 

239. Manganese is reduced to the manganous condition, from all its other degrees of 
combination, by boiling with hydrochloric acid. In this, its only stable form, it is most 
perfectly identified as manganese, and the rarious reactions of (a) the manganous base 
in the wet way obtained — 240 and after. 

h. For reactions characteristic of the manganic base, see 251 and after. 

0. If the substance be a black powder, insoluble in water, but dissolving to manganous 
chloride in hydrochloric acid, with evolution of chlorine even in the cold (235X it is 
BInOfl, UnaOi, BCnsO«, or a mixture of these or their hydroxides. 

d. If having a i;reen color (286), and being soluble iu water with decomposition, etc., 
leaving MnOt, it is a manganate, representing manganic acid. 

e. If soluble in water to a red color, and, by deoxidation, losing color (and leaving 
manganous base or AfnOt), it is indicated as a permanganate (237), representing perman- 
ganic acid. 

240. Solubilities of Manganous Salts. — The chloride (4 aq,)y bro- 
mide, iodide, and nitrate, are deliquescent ; the salphate (7 aq,) is efflor- 
escent. 

Manganous oxide, hydroxide^ sulphide^ carbonate, phosphate, oxalate, 
borate, and sulphite, are insoluble iu water. The hydroxide is insoluble in 
alkalies, but soluble iu solution of ammonium salts. 

241. — Reactions of Manganous Salts. — In analysis, manganese is iden- 
tified by the oxidation of manganous hydroxide or oxide, to manganate 
(248) or permanganate (248), each recognized by its bright color. As to 
determination of the oxidation of manganese, see 239. 

242. The alkali hydrates precipitate, from soluble manganous salts, 
manganous hydroxide, Mn(On)„ white, soon turning brown in the air bj 
oxidation to dimanganic dioxide dihydroxide, Mn,0,(GH)3. 

The precipitate is insoluble in excess of alkali, but — before oxidation — is soluble in 
solution of ammonium salts, by formation of soluble double salts of amraonium and man- 
ganese — ammonio-raanganous salts — (corresponding to those of ammonium and magne- 
sium ; compare 76). And hence, ammonium hydroxide precipitates but part of the 
manganese in solution, forming in the reaction a salt of ammonium, which holds the rest 
of the manganese from precipitation. 

The manganic hydroxide is not only insoluble in ammonium salts, but it is formed 
and precipitated from the ammoniacal solution of manganous hydroxide in salts of ammo- 
nium by action of the air. After standing, all the manganese is so precipitated, dark 
brown ; this precipitation by action of the air upon solution in ammonium salt being p*»- 
culiar to manganese. As free ammonia facilitates the oxidation of metallic copper and 
of cobaltous salts, it may here promote the oxidation of the manganous compounds; also, 
it neutralizes the acid which would otherwise be set free. 
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248. Hydrosulphurio acid precipitates maDgunous acetate but imper* 
fectly^ and not iu prcseuce of acetic acid, and does uot precipitate other 
salts, as maugauous sulphide is soluble in very dilute acids, even acetic 
ucid. Ammonium sulphide precipitates from neutral solutions, and forma 
from the recent hydrate of mixtures made alkaline the flesh-colored man* 
ganous isulphide, MnS. Acetic acid, acting on the precipitated sulphides,, 
separates manganese from cobalt and nickel, and from the greater part of 
zinc. 

244. Alkali oarbpnate8precipitatet/ia7i^anou«cariona/e, MnCO^ white,, 
oxidized by the atmosphere to the brown manganic hydroxide (242), and,, 
before oxidation, somewhat soluble in solution of ammonium chloride. 

245. Alkali phosphates— as Na,HPO^ — ^precipitate, from neutral solu- 
tions of manganous salts, normal maugauous phosphate^ Mn,(FOj„ white,, 
slightly soluble in water, and soluble in dilute acids. It turns brown in the 
air. 

The manganoiLS hydrogen phosphate — ^MnHP04 — is more soluble in water, and is 
obtained by crystallization from a mixture of manganous sulphate acidulated with acetic 
acid, and disodium hydrogen phosphate, Na9HP04, added till a precipitate begins to 
form. From the ammonlo-inanganeae solution (242) phosphates precipitate all the man- 
ganese as amfnanium-mangaiwus phoapJiate, 

246. Alkaline oxalatea precipitate manganous oxaiaie, soluble in acids not very 
dilate, and formed with difficulty by addition of oxalic acid. 

247. Soluble oyanides—as KON — precipitate man^anotM cyan td«, Mn(ON)9, white^ 
bat darkening in the air, soluble in excess of the precipitant by formation of double 
eyanidea — as KsMii(ON)4. This solution, exposed to the air, produces manganicyanides 
—analogous to ferricyanides — with oxidation of a portion of the manganese : 

12K,Mti(ON)4 + 80, + 2H,0 = iKsBAnaCON)!, + 2Mn,09(OH), 
Ferrocyaxiides precipitate wtiite manganous ferroeyanidey Mn3Fe(ON)e, soluble in 
hydrochloric acid. Ferricyanides precipitate brown manganous ferrkyanidey Miia* 
Fe3(OM)is, insoluble in acids. 

248. Manganese is most easily and certainly identified through oxida^ 
tion, by several methods, each method giving a color-product, 

A small portion of manganous solution, when boiled with nitric acid 
or dilute sulphurio aoid and lead dioxide, or Pb,0^, is oxidized to per- 
nianganic acid, H^Mn^Og, giving a red color to the solution when the sedi- 
ment subsides. The oxidation is derived from the lead dioxide, reduced to 
u lead salt. If other reducing agents are present, they also must be oxi- 
dized. The lead dioxide should be used in such excess as to leave a black 
sediment. An excess of MnO, must not be mistaken for an excess of 
PbO,. 

248. Ignitaon with alkali and oxidizing agents, forminga drt^A/ greeu 
mass of alkaline maugnuatey constitutes a delicate and convenient test for 
manganese, in any combination. A small portion of precipitate or fine pow- 
der is taken. If the manganese forms but a small part of a mixture to be 
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tested, it is better to submit the substance to the systematic course of anal- 
ysis, and ujiply this test to the precipitate by alkali, in the third group. A 
convenient form of the test is by ignition on platinum foil with potas- 
sium or sodium nitrate and sodium carbonate (a). Ignition, by an oxi- 
dizing flame, on platinum foil, with potassium hydroxide, effects the same 
result, less quickly and perfectly {b). Ignition by tlie oxidizing flame of the 
blow- pipe, in a bead of sodium carbonate, on the loop of platinum wire* 
also gives the green color (c), 

a 8Mii(OH), + 4KN0. + Na,OOs = 

2X,BSn04 + Na,BCnO« + 4NO + OOt + dBiO 

h. MnCOH), + 2KOH + O, = K,BSn04 + 2H,0 

e, Mn(OH), + Na,00« + Os = NasBSnOf + H,0 + 00% 

250. With beads of borax and miorocosmio salt, before the outer blow> 
pipe flame, manganese colors the bead violet while hot, and amethysi-red 
when cold. The color is due to the formation of manganic oxide, the color- 
ing material of the amethyst and other minerals, and is slowly destroyed by 
application of the inner flame, which reduces the manganic to manganous 
oxide. 

251. BKAKQAMIO SALTS are somewhat instable compounds, of a reddish-brown 
or purple red color, becoming paler and of lighter tint in reduction to the manganous 
combination. The ciiloride and sulphate are deliqaeaosat. Manganic chloride, ICiitOlc, 
exists only in solution, which is reduced to BSnOla by boiling, also by evaporation to a solid. 
Manganic anlphato *Mns(804)a — is soluble in dilute sulphuric acid, but is reduced to 
MnSO* by the attempt to dissolve it in water alone, sec 231 ; potassium manganic sul- 
phate and other manganic alnms are also decomposed by water. 

262. Hydroralphuric acid reduces manganic salts to the manganous combination, 
with precipitation of sulphur. Ammonium aulphide reduces manganic chloride, and 
precipitates tnanganous siUphide — ^MnG^with free sulphur. Alkali hydzozidoa, oar- 
bonate*! and iNurium carbonate, all precipitate from solution of manganic chloride, fnan- 
ganic hydroxide^ BSn«Os(OH)s. Ferrooyanidoa precipitate gray-green manganic ferro- 
cyanide^ BIn4(Fe(ON)«)i. Ferricyanidca precipitate manganic ferricyanide — ^BSntFet- 
(ON)i3 — ^brown. When a manganic compound is mixed with aqueous phoiphorio acid, 
the solution evaporated to dryness and gently ignited, a violet or deep blue mass is ob- 
tained, from which water dissolves a purple-red manganic hydrogen phosphate, a distinc- 
tion from manganous compounds Simple ignition changes manganic compounds to 
MnsOi. In the tests in the dry way, manganic compounds give the same reactions as 
manganous oxide (249). 

268. Estimation. — (1) By converting into Mn,0^ (see 232), and weigh- 
ing as such. (2) By precipitating as a sulphide and weighing after ignition 
in hydrogen. (3) By precipitating as MnNH^PO^, and after ignition 
weighing as Mii,P,0,. (4) By addition of K,Pe,(CW)„ in presence of 
son (and a trace of Pe,(OH)J, which conrerts the manganese intoMnO,, 
and the resulting K^Pe(CW), is estimated hy KJHiafi^, (5) By treating the 
manganous salt with a solution of K,Mn,0. of known strength. If some 
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ZnSO^ is added the action is more satisfactory (Wright and Mense : Jour. 
Cliem. Soc, 1880, 37, 42). 

8M118O4 + KiMnaOs + 2H2O = 5BCnOi + K98O4 + 2HsS04 

254. Peroxide of manganese is estimated (1) by treating with H,Cj,0^» 
«nd measuring or weighing the CO, which is produced (246); (2) by boil- 
ing with HCl and estimating the evolved chlorine ; (3) by boiling with 
PbO, and HNO,, and comparing the color with. a permanganate solution of 
known strength (Peters : Chem. News, 38, 35). A remarkable number of 
other methods have been recommended. 

266. Oxidation. — Mn" is oxidized to Mn^ in alkaline mixture bv 01, 
Br, I, K^e,(ON)j„ KOlO, KBrO, etc. In presence of HNO, by PbO,, 
Pb.O,, HCIO,, H,Mn,0„ etc. 

266. All compounds of manganese having more than two bonds are re- 
duced to Vn" by H,C,0„ H,PO,, H,S, H,SO„ HCl, HBr, HI, HCNS, 
(Hg,)", Sn", Ab'", Sb" (Cu,)", Pe", Or", etc. For oxidizing action of 
X,MnO, and K,Mn,0, see Part II. 

COBAIiT. Co = 58.887. 

267. Specific gravity of powder reduced by hydrogen varies from 8.132 
io 9.495; mean of five samples, 8.957 (Ramhelsburg, 1849). Melting 
point above that of gold and below that (f iron (Clarke); 1500° C. (27-32** 
P.)» Pictet, 1879. 

268. Occurrence. — Cobalt does not occur in a free state, except in me- 
teoric iron. Ic is found in linnsBite (Co.Sj; skutterudite (CoAsJ; speiss 
cobalt (CoNiFeAsJ; glance cobalt (CoFeAsS,); wad (OoMnO,2MnO, + 
4H,0), etc. 

269. Preparation. — (1) By electrolysis of the chloride. (2) By heating 
with potassium or sodium (too expensive for commercial production). 
(3) By heating any of the oxides hydroxides or the chloride in hydrogen 
^gas. (4) By fusion of the oxalate under powdered glass. (5) Also reduced 
by carbon in various ways. 

260. Fropertiee. — Cobalt in fine powder oxidizes rapidly in the air, and 
when made according to (3) sometimes takes fire spontaneously, like iron 
when reduced by hydrogen. When in a compact mass is permanent in dry 
air, and is only slightly tarnished in moist air. At a white heat it burns 
rapidly. Can be made magnetic, but, unlike steel, retains ils magnetism at 
a white heat. It is harder than iron, malleable and ductile, cobalt wire 
being about twice as strong as iron wire. It is soluble in most dilute 
acids. 

261. Oxides and Hydroxides. — Cobaltous oxide (CoO) is made (1) by 
heating any of its oxides or hydroxides in hydrogen to (not above) 350° C. ; 
(2) by ignition of Co(OH), or CoCO,, air being excluded ; (3) by heating 
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Co,0, to redness in a stream of CO, (Russell, 1863, Jr. Chem. Soc, [2], 1, 
51) ; (4) by heating any of the higher oxides to a white heat (C. D. Brauit,. 
1867, Zeit. Anal Chem,, 6, 76). Cobaltous hydroxide is made from cobalt- 
ous salts by pi'ecipitation with fixed alkalies ; oxidizes if exposed to the air 
(264). The most stable oxide is the coballoso-cobaliic or tri-cobaltic tetrw- 
ide (Co,0,); is made by heating any of the oxides or hydroxides, the car- 
bonate, oxalate, or nitrate to a dull red heat in the air or in oxygen gas. 
Sevei-al oxide hydroxides are known — e.g., Co,0,(OH)^, CO,0(OH)„ Ck>,0^ 
(OH),. Cobaltic oxide, Oo,0„ is made by heating the nitrate just hot 
enough for decomposition, but not hot enough to form 0o,O^. Cobaltic 
hydroxide, Co,(OH),, is made by treating any cobaltous salt with 01, 
HCIO, Br, or I in presence of a fixed alkali or alkaline cai'bonate. It dis- 
solves in HOI, with evolution of 01, in H,SO«, with evolution of oxygen,, 
forming a cobaltous salt. 

262. SolnbilitlM.— Cobaltous nitrate and acetate are deliqiiMoent ; chloride, hy- 
groscopic ; sulphate (7 0^), efflorescent. The chloride ▼aporiBaa, undecomposed, at a 
high temperature. 

The hydroxide, basic carbonate, sulphide, phosphate, borate, oxalate, cyanide, ferro- 
cyanide, and ferricyanide are inaolnbla in water ; the potassio-cobaltous oxide is inso- 
luble ; the ammonio-cobaltous oxide, soluble ; the double cyanides of cobalt and the 
alkali metals are soluble in water. Alcohol dissolves the chloride and nitrate ; ether dis- 
solves the chloride, sparingly. Most of the salts insoluble in water form soluble com- 
pounds with ammonia. In analyaia, cobalt is pretty clearly identified in the dry way, 
by the bead test (260). 

263. Raaotiona of Oobaltoua Salts. — Cobaltous oxide is gray-green, the hydroxiiW 
is rose-red ; they are easily soluble in acids forming OOBAXjTOUS SAIiTS, which ex- 
hibit bright colors, varied by different physical states, and by different chemical com Li* 
nations. In crystals, they are red ; anhydrous, mostly lilac. Their solutions are mostly 
blue when concentrated, but pink when diluted. At a certain stage of dilution, these 
solutions ai*e red when cold, and blue when hot. The pink dilute solution of the chloride' 
spreads colorless on white paper when cold, becomes blue on heating, and colorless when 
cold again, used as ' ' sympathetic ink,'* Cobaltous oxide dissolves in melted glass, coloring 
it blue — ^used to cut off the light of yellow flames ; also, with the same color, in fused 
borax — the most delicate test for cobalt (269), and in other vitreous substances. The 
black, cobaltoso-cobaltic oxide, Ck>«04 — as left by ignition of cobaltous oxide or nitrate 
— combines or mixes, by ignition, with zinc oxide from zinc compounds to form a greea 
mass, with aluminium compounds to a blue, and with magnesium compounds to a pink 
mass. Cobalt forms many double salts, and compounds with alkalies, noted for their 
various bright colors. 

264. The fixed alkalies precipitate, from solutions of cobaltous salts, blue haste salts, 
which absorb oxygen from the air and turn olive-green, as cobaltoso-cobaltic hydroxide ; 
or if boiled before oxidation in the air, become rose-red, as cobaltous hydroxide, Co(OH)a. 
This last result is favored by excess of the reagent, which does not redissolve the preci- 
pitate But ammonia and ammonium salts dissolve the precipitate. 

Ammonium hydrate causes the same precipitate as fixed alkalies ; incomplete, even 
at first, because of its solubility in the ammonium salt formed in the reaction, and solu- 
ble in excess of the ammonia to a solution which turns brown in the air by combination 
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with oxygen, and is not precipitated by potassium hydrate. The reaction of the preci- 
pitate with ammonium salts forms a soluble double chloride (as with magnesium) ; the 
reaction of the precipitate with amm<9hia produces, in different conditions, different 
soluble color compounds, ammoulo-cobaltous and ammonio-ooballic, as (NHa)40o01a, 
(NHs)«Co01,, (NHi)sOo«01«, etc. 

266. Alkali carbonates precipitate cubalUms basic-carbonate, peach red, which when 
boiled loses carbonic anhydride and acquires a violet^ or, if the reagent be in excess, a blue 
color. The precipitate is soluble in ammonium carbonate (or in excess of that precipitant), 
and very slightly soluble in tlxed alkali carbonates. 

Carbonates of Ba, 8r, Oa, and Mg do hot precipitate cobaltous salts in the cold 
(except the sulphate), but by prolonged boiling they precipitate cobaltous chloride com-* 
pletely. 

266. Hydroanlphnrio aoid, with normal cobaltnus 8..1ts, gradually and imperfectly 
precipitates the black cobalt sulphide, OoS; from cobalt acetate, the precipitation is more 
prompt, and is complete ; but in presence of mineral acids, as in the second-group 
precipitation, no precipitate is made. When formed, the precipitate is scarcely at all 
soluble in dilute hydrochloric acid or in acetic acid ; slowly soluble in moderately con- 
centrated hydrochloric acid, as in dissolving the third-group precipitate ; readily soluble 
in nitric, and most easily in nitro-hydrochlorio acids. By exposure to the air, the recent 
cobaltous sulphide is gradually or slowly oxidized to cobalt sulphate, soluble, as occurs 
with iron sulphide. Ammonium sulphide precipitates immediately and perfectly the 
black CcS, described above: 

267. Phosphates — as Na«HP04 — precipitate the reddish cobaltous phosphate, 
C0HPO4, soluble ill acids and in ammonia. Oxalic acid and oxalates precipitate the 
reddish wiiite, cobaltous oxakUe, OoOa04, soluble in mineral acids and in ammonia. 

268. Alkali cyanides — asKON — precipitate the brownish-white cobaltous cyanide, 
Co(ON)9i soluble in hydrochloric, not in acetic or in hydrocyanic acid, soluble in excess 
of the reagent, as double cyanides of cobalt and alkali metals— (SON)tOo(ON)s— potas- 
sium cobaltous cyanide, etc., the solution having a brown color: 

OoOl. 4- SKON = Oo(OM), + 2K01 
Oo(ON),+ 2KON = (KOXI),CkKON), 

Dilute acids, without digestion, reprecipitatc cobaltous cyanide from this solution 
(the same as with nickel, 280): 

(KON),Oo(ON>, + 2H01 = Oo(ON), + 2HON + 2K01 

But if the solution, with excess of the alkali cyanide and with a drop or two of hy- 
drochloric acid, insuring free HON, be now digested hot for some time, the cobaltous cy- 
anide is oxidized and converted into alkali cobalticf/anide—as K80oa(ON)js~correspond- 
ing to ferricyanides, but hamng no corresponding nickel compourid : 

4Co(ON)9 + 4HOM + O, = 20os(GN)a (cobal tic cyanide) + 2H3O 
Co9(ON)« + 6KON =• KflOo9(ON)i9 potassium cobalticyanide. 

In the latter solution acids cause no precipitate {important distinction from nickel, 
whose solution remains (KGN)3Ni(ON)«, and after digestion as above is precipitated 
with acids). 

Solphoeyanate, in highly concentrated solution, gives a blue color, Oo(ONS)9, orys- 
tallizable in blue needles, soluble in alcohol, not in carbon disulphide. In less concen- 
trated solutions, the color appears on warming. In neutral solutions, nickel, iron, man- 
ganese, and zinc do not interfere (Schoenn, 1870). 

Ferrooyanides — as K4Fe(ON)< — precipitate cobaltous ferrocyanide, OosFe(ON)<, 
gray-green, insoluble in acids. Ferricyanides — as KeFet(ON)it— precipitate cobaltous 
ferricyauide, Oo%Tm^OtX)x%^ brownish-red, insoluble in acids. But a more distinctive 
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Ust is made bj adding ammaninm ohlorid* and hydrcndd*, with the ferricjanide, when 
a blood-red color is obtained, in evidence of cobalt. If, in this test, manganese be pre- 
sent, a white precipitate is obtained at once, becoming brown with more ferricjanide; if 
nickel be present, a copper-red precipitate forms on boiling; zinc gives no precipitate, 
liot or cold, but on addition of ferrocyanide to the same solution, gives a white precipi- 
tate (Allen, 1871). 

269. In the bead of borax, and in that of microcosmic salt, with oxidizing and with 
reducing flames, cobalt gives an intense blue color. The blue bead of copper changes to 
brown in the reducing flame. If strongly saturated, the bead may appear black from in- 
tensity of color, but will give a blue powder. This important test is most delicate with 
the borax bead. If sulphur or arsenic is present, it must be previously expelled by roast- 
ing. If manganese, copper, nickel, or iron is present, the continued application of the 
reducing flame will destroy the interfering color, and bring out the blue of cobalt. 

By ignition, with sodium carbonate on charcoal or with the reducing flame, com- 
pounds of cobalt are reduced to a magtietic mns8, 

270. Gobaitous compounds are oxidised to cobaltio combinations, in the foUowin^^ 
tests, all of which distinguish cobalt from nickel, which is scarcely capable of higher oxi- 
dation. 

Potaaaiom nitrite, XNOtf added to a somewhat concentrated solution of cobaltous 
salt, with addition of sufficient acetic acid, after warm digestion, on standing some time, 
better for twenty-four hours, causes a yellow crystalline precipitate of pot<MS8ium cobaltic^ 
nifri7e(a separation from nickel): 
20o01, + 12XNO, + 2HO,HsO, + H,0 = 

(KNO,)«, Oo,0(NO,)4, (H,0), + 4K01 + 2KO,HsO, ^ 2N(> 

Ohlorine gas, passed into dilute cobaltous solutions, changes them to cobaltic com- 
binations, which are then precipitated by digestion with barinm carbonate in the cold 
(compare 265). Z«ead dioxide, with warm digestion, precipitates from neutral solutions 
all the cobalt, as cobcdtic oxide hydroxide, Zn(OH)si Pb(OH)i, and &gO precipitate 
Oo(OH), from OoOl, at 100'* C. 

271. Estimation. — (1) As metallic cobalt, all compounds that may be 
reduced by ignition in hydrogen gas— tf.^., CoCa,, Co(NO,)„ CoOO,, and all 
oxides and hydroxides. (2) As CoO, all soluble cobalt salts, all salts whose 
acids are expelled or destroyed by ignition, all oxides and hydroxides. The 
salt is converted into Co(OH), by precipitation with a fixed alkali, and ig- 
nited in a stream of CO,. The carbonate and nitrate may be ignited di- 
rectly in 00„ and organic salts are first ignited in the air until the carbon 
is oxidized, and then again ignited in CO.. (3) After converting into a sul- 
phate it is ignited at a dull red heat and weighed as a sulphate. (4) After 
converting into the oxalate titrating with K,Mn,0 . 

272. OxidaUon.— Co" is oxidized to (Co,)^ in presence of a fixed alkali 
by PbO„ CI, KCIO, Br, KBrO, and I ; in presence of acetic acid bv KHTO 
(270). (Co,)^ is i-educed to Co ' by H,C,0„ H,PO„ H,8, H,SO„ HOI, HBr* 
and HI. 

Metallic cobalt is precipitated from solution of CoCl, by Zn, Od, and 
ICg. 
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NICKBK Ni = 67. 928. 

278. Specific gravity , reduced by carbon, 8.900 (Schroder, 1859). 
Meltiiig pointy 1460° C. (2642^ F.) (Pictet, 1879). 

274. Oocurrence. — Nickel almost always occurs in nature together with 
cobalt. It is found as kupfernickel, NiAs, millerite or nickel blende, NiS,, 
etc. 

276. Preparation. — (1) By electrolysis. (2) By heating in a stream of 
hydrogen. The oxide is reduced in this manner at 270° C. (W. Muller,. 
1869 : Ann. Chim, Phyit., 136, 51). (3) By fusing the oxalate under pow- 
dered glass (CO, being given off). (4) Reduction by igniting in CO. (6) Be- 
duction by fusing with carbon in a variety of methods. 

276. Properties. — A hard white metal ; malleable and ductile, making 
a stronger wire than iron ; does not oxidize in the air at ordinary tempera- 
tures. It is much used in plating other metals. It is magnetic, but loses 
its magnetism like steel by heating to redness. Soluble in dilute HCI and 
H,SO^, hydrogen being given off ; in concentrated H,SO^, SO, being formed ;. 
in HI70,, NO being evolved ; in concehtrated HNO, it becomes passive like 
iron. 

277. Oxides and Hydroxides. — Nickelous oxide is formed when the 
carbonate, nitrate, or any of its oxides or hydroxides is strongly ignited. 
Kickelous hydroxide is formed by precipitation of nickelous salts with fixed 
alkalies. Nickelic oxide, Ni,0„ is made from NiCO,, Ni(]S'0,)„ or NiO by- 
heating in the air not quite to redness, with constant stirring. It is changed 
to NiO at a red heat. Nickelic hydroxide, Ki,(OH)^ is formed by treating 
nickelous salts first with a fixed alkali and then with 01, NaClO, Br, or 
KaBrO (not formed by iodine). A black powder, forming no correspond- 
ing salts. Soluble in HCI, HBr, and HI, with separation of CI, Br, and I. 
Soluble in HNO,. H^SO^, and in most non-reducing acids with evolution of 
oxygen ; in HjC^O^, CO, being evolved, and in each case a nicJceloxis salt 
being produced. A trinickelic tetroxide, Ni,0^ (corresponding to Co,0^^ 
Pe,0^, Mn,0,, and Pb,Oj, is formed, according to A. Baubigny (1878, 
Compt. Rend.y 87, 1082), by heating NiCl, in oxygen gas at from 350° to- 
440° C. 

278. Solnfatlities. — The salts of nickel have a delicate green color in crystals and in 
solution ; when anhydrous, they are yellow. The nitrate and chloride are deliquMcent 
or effloreioeiit, according to the hygrometric state of the atmosphere; the acetate is ef- 
florescent. The chloride ▼aporlzei at high temperatures. 

The hydroxide, carbonate, sulphide, phosphate, borate, oxalate, cyanide, ferrocyan- 
ide, ferricyanide, insoluble in water. The compounds of the oxide with potassium oxide 
and sodium oxide are insoluble; that with ammonia is soluble; and the double cyanides 
of nickel and alkali metals are soluble in water. The chloride is soluble in alcohol, aTid 
the nitrate in dilute alcohol. Most salts of nickel form soluble compounds by action of 
ammonium hydrate. In analysis nickel is separated, with cobalt, by the sparing solu- 
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I)ilit}r of the sulphide in dilate acids. Its separation from cobalt is more 'difficalt (280). 
In absence of cobalt, it is easily identified in the bead (282). 

279. Reaotiona of Niokalom 8alta«— The fixed alkali hydroxides precipitate 
uickelous hydroxide (Ni(OH)t), pale green, insoluble in excess of the reagent and not oxi- 
dizable in the air, but soluble in ammonium hydroxide or ammonium salts to a greenish 
blue liquid (153). 

Ammoniiim hydrozlda, also, precipitates nickel hydroxide, soluble in excess, and in 
ammonium salts, with formation of compounds similar to those of cobalt (264), giving a 
violet-blue color to the solution. Sufficient potassium or sodium hydroxide will slowly re- 
precipitate nickel hydroxide from its ammoniacal solution, a distinction from cobalt. In 
dilute ammoniacal solutions, the blue color appears only after exposure to the air. 

The alkaline oarbonatM precipitate basic carbonate of variable composition, green 
color, and soluble in ammonium carbonate, or excess of that precipitant— with blue or 
greenish-blue color. Carbonates of Ba, 8r, Oa, and BCg precipitate on boiling the whole 
<of the nickel from NlOls. 

With hydrosnlphurio aoid, and with sulphida of ammoniiim, nickel has the same 
•deportment as cobalt (266): the precipitate being nickel suiphide, slightly soluble in ex- 
cess of ammonium sulphide. Phoaphates — as NasHPOi — throw down fUekel pho9ph<Ue, 
greenish- white, mostly full metallic. 

280. Alkali cyanidea— as KON— precipitate nickel cyanide, KUPi^, yellowish- 
green, insoluble in hydrocyanic acid, and in cold dQute hydrochloric acid; dissolving in 
excess of the cyanide, by formation of soluble double cyanides — as potassium nickel cy- 
4inide (KON)9Ni(ON)9. The equation of the change corresponds exactly to that for eo- 
bcUt (26S); and the solution of double cyanide is reprecipitated as Ni(ON)9 by a careful 
■addition of adds (like cobalt); but hot digestion, with the liberated hydrocyanic acid, 
forms no compound corresponding to cobalticyanides, and does not prevent precipitation 
by acids (unlike cobalt). It will be observed that excess of hydrochloric or sulpharic 
4icid will dissolve the precipitate of Nl(ON)9. Ferrooyaoidea— as K4Fe(ON)fl — precipi- 
tate a greenish- white nickel ferracyanide, l?i9Fe(ON)«, insoluble in acids, soluble in am- 
monium hydroxide, decomposed by fixed alkalies. Fenioyanidea precipitate greenish- 
yellow nickel ferricyanide. 

For the test by ferricyanide, with ammonium chloride and hydroxide, in distinction 
from cobcUt, see 268. 

Oxalic acid and oxala^ precipitate, very slowly, but almost completely, after 
twenty-four hours, nickel oxalcUe^ green. 

281. Ohloxine, or hypochlorite, in neutral solution, or, better, with fixed alkali hy- 
droxide, forms a black precipitate of nickel*e hydroxide, Ni,(OH)e, reduced by heat or by 
solution in acids or in ammonium hydroxide. The separation of nickel from cobalt 

•(270). by this test, is more accurate if potassium cyanide in excess be added previously to 
the chlorine or hypochlorite. Nitrites, with acetic acid, do not oxidize nickel as they do 
<jobalt. 

282. Nickel compounds dissolve clear in the borax bead, giving with the oxidizing 
flame a purple-red or violet color while hot, becoming yellowish -brown when cold; with 
the reducing flame, fading to a turbid gray, from reduced metallic nickel, and finally 
becoming colorless. The addition of any potassium salt, as potassium nitrate, causes the 
borax bead to take a dark purple or blue color, clearest in the oxidizing flame. With 
microcosmio salt, nickel gives a reddish-brown bead, cooling to a pale reddish-yellow, 
the colors being alike in both flames. Hence, with this reagent, in the reducing flame, 
the color of nickel may be recognized in presence of tron and manganese, which are color- 
less in the reducing flame; but cobalt effectually obscures the bead-test for nickel. The 
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yallow-red of copper in the reducing flame, persisting in beads of microcosmic salt, also 
masks the bead-test for nickel. 

By ignition with soda on charcoal, compounds of nickel ore reduced to a powder at- 
tracted by the niagnet, 

288. EstimatioiL — ^In gravimetric determinations nickel is converted 
into NiO, aud after intense ignition weighed as such. 

284. Oxidation. — ^Ni" is changed to (NiJ" in presence of fixed alkalies 
by CI, Naao, Br, aud NaBrO (not by I). (Ni,)vi is reduced to Ni" by all 
iion-reducmg acids with evolution of oxygen ; by reducing acids, HJCfi^ is 
oxidized to CO,, HNO, to HNO„ H,PO, to H,BO„ H,S to S, H,SO, to 
H,80„ HCl to CI, HBr to Br, HI to I, HCyS to HCy and H,SO„ H,Po- 
(ON). to H.Fe,(CN)„. 

A solution of NiCl, is reduced to the metallic state by zinc-dust and 
by finely- divided cadmium or tin. 

ZINC. Zn = 64.9045. 

286. Specific gravity y 7.14 (Rammelsbukq, 1880). Melting pointy 450° 
C. (842° F.) (PiCTET, 1879). Boiling point, 930° 0. (1706° F.) (Violle, 
1882). 

286. Ocourrenoe. — It is found as calamine (ZnCOj, as zinc-blende 
{ZnS); also associated with other metals in numerous ores. 

287. Preparation. — The process usually employed consists of two opera- 
tions : (1) Roasting : in case of the carbonate the action is ZnOO, = ZnO 
-H CO, ; if it is a sulphide, 2ZnS + 30, = 2ZnO + 2SO,. (2) Reduction 
with distillation ; after mixing the ZnO with one-half its weight of pow- 
dered coal it is distilled at a white heat. Its usual impurities are As, Cd, 
Pb, Cu, Fe, and Sn. It is purified by repeated distillation, each time re- 
jecting tije first portion, which contains the more volatile As and Cd, and 
the last, which contains the less volatile Pb, Cu, Fe, and Sn. Strictly chemi- 
cally pure zinc is best prepared from the carbonate which has been purified 
by precipitation. 

Other methods of preparing zinc not financially profitable are : (1) Elec- 
trolysis ; (2) reduction by K, Wa, or Hg ; (3) reduction by hydrogen ; 
(4) reduction by carbon monoxide. 

288. Properties — A bluish-white metal ; retains its lustre in dry air, 
and is only slightly tarnished in moist air or in water. It is more malleable 
between 100° and 150° C. than at other temperatures, and may then be 
drawn into wire or rolled into sheets. At 205° G. it is so brittle that it may 
be easily powdered in a mortar. 

For use in the laboratory it is usually granulated by pouring it when 
melted into cold water. The water is then poured off and the zinc thrown 
into a solution containing about one grain of platinio chloride to a gallon of 
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water. Metallic platinnm is precipitated npon the zinc (2Zn + PtCl^ =^ 
Pt + 2ZnCl,), and increases its solubility in H,SO^. Otlierwise (that is, if 
strictly chemically pare), ic would be unfit for use iu Marsh's test for arsenic 
288. Oxide and Hydroxida — Zinc oxide (ZnO) is made by igniting in 
the air either metallic zinc, its hydroxide, carbonate, nitrate, oxalate, or 
any of its orgauic oxysalts. Zinc hydroxide, Zn(OH)„ is made from solu- 
tions of zinc salts by precipitation with fixed alkalies (292). 

280. Solubilities. — Pure zinc dizaolvea Tery slowly in acids or alkalies^ 
unless in contact with copper, platinum, or some less positiye metal. The 
metallic impurities iu oi^inary zinc enable it to dissolve easily with acids or 
alkali hydroxides. In contact with iron, it is quite rapidly oxidized iu water 
containing air, but not dissolved by water, unless by aid of certain salts* 
All the agents which dissolve the metal, dissolve also its oxide and hy- 
droxides. 

The metal dissolves in hydrochloric, sulphuric, and acetic acids (a), and 
in the aqueous alkalies (b) — with evolution of hydrogen ; in very dilute ni- 
tric acid, without evolution of gas (c); in moderately dilute cold nitric 
acid, mostly with evolution of nitrous oxide (d); and, in somewhat less 
dilute nitric acid, chiefly with evolution of nitric oxide (e). Concentrated 
nitric acid dissolves zinc but slightly — the nitrate being very sparingly solu- 
ble in nitric acid: 

a. Zn + Ht80« =: ZdBOa + H« 

d. Zn + 2XOH =: JUOZaO + Ht 

c 4Zn + lOHNOs = 4Zii(MO.), •»- NH«NO, + 8B,0 

d. 4Zn + lOHNO, = 4Zii(NO,). + N,0 + 5H,0 

e. SZn + 8HNO. r= 3Zii(N0i)« + 2NO + 4H«0 

281. The chloride, bromide, iodide, chlorate, nitrate (6 aq,), and acetate 
(7 aq.) are deliqaeaeent ; the sulphate (7 aq.) is effloreiceiit 

The oxide, hydroxide, sulphide, basic carbonate, phosphate, arseniate, 
oxalate, and ferrocyauide are insoluble in water ; the sulphite is sparingly 
soluble. Most salts of zinc, insoluble in water, form soluble compounds by 
action of any of the alkali hydroxides. 

Zinc is separated from the metals of the third group, except from alu- 
minium, by non-precipitation with excess of fixed alkali hydroxide in boil- 
ing solution ; from alumitiinm, by precipitation as sulphide in alkali solu- 
tion, and by non-precipitation wi»h excess of ammonium hydroxide (292). 

282. Reactions of Zino Salts.— The alkali hydroxides all precipitate 
zinc hydroxide, Zn(OH)„ white, soluble in excess of either precipitant, 
with formation of potassium or sodium zinc oxide, or zincate, K,ZnO^ or 
Zn(OK),: 

ZnOl, + 2KOH = Zii(OH), + 2K01 
Zn(OH), + 2KOH = K,ZnO, + 2H,0 

All zino salts are soluble in KOH and II'a(OH) except ZnS, and all iT> 
NH^OH except ZnS and Zn,Fe(CN),. 
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On ioiling the alkaliue solutions, if dilute^ a precipitate of zinc oxido 
separates, more readily from the ammouic than from potassic or sodic solu- 
tions. In the presence of iron, or manganese, the zinc hydroxide does not 
so readily dissolve in the alkali precipitant, which in these cases needs to 
be very strong, at the time of precipitation.* Hydroxide of zinc is some- 
what soluble in ammonium chloride, as stated in 154. 

293. HydroBulphurio aoid precipitates apart of the zinc from neutral 
solutions of its salts with mineral acids, and the whole from the acetate ; 
also from other salts of zinc, if with addition of alkali acetates (separation 
from manganese): 

ZnOla -H 2KOsHiOs -H H9S = ZnS + 2K01 -H 2H09HsOa 

That is : Zinc sulphide is not soluble in moderately dilute acetic acid, 
though much more soluble in mineral acids. The precipitate is white when * 
pure. 

294. Alkali Bulphides — as (NHJ,S— completely precipitate zinc as suU 
pAide, both from its salts with acids and from its soluble combinations with 
alkalies. 

296. Alkali oarbonates — as K,CO, — precipitate basic carbonate, white, 
Zn^(OH),(COj, sparingly soluble in ammonium carbonate, readily in ammo- 
nium hydrate. Carbonates of Ba, 8r, Ca, and Mg have no action at ordi- 
nary temperatures, but upon boiling precipitate the whole of the zinc. 

296. Alkaline oyanides — as KCN — precipitate vine cyanide, Zn(CN)„ 
white, soluble in excess of the precipitant. Alkaline ferrocyanides — as 
K^Pe(CN), — ^precipitate zinc ferrocyanide, Zn,Fe(ON"),, white. Alkaline 
ferrioyanides — as K,Fe,(CN)„ — precipitate zinc ferricyanide, Zn^Fe,- 
(CN)„, yellowish. 

297. With sodium carbonate, on charcoal, before the blow-pipe, com- 
pounds of zinc are reduced to the metallic stat^ The metal is vaporized, 

* The solntioii of the sine hydroxide precipitate, by addition of excess of alkalies, is greatly affected by 
conditions of temperature and dilation. At 16<* to 17° C, one c.c. of Normal standard solution of zinc sul- 
phate requires, to redissolve the precipitate, eight c.c. of Normal standard solution of potassium hydroxide. 
But now, just one-half of the alkali can be taken up, by adding four c.c. of half -Normal solution ofiulphnric 
•cid, before the precipitate reappears. That is, four molecules of the alkali hydroxide form and dissolve (or 
hold in a solution already made) the precipitate of one molecule of the ziuc salt— supporting the equations 
in the text. But, If the equation is to represent the proportion of alkali necessary to add in order to make 
and dissolve die precipitate, at first, it must show eight molecules of alkali hydroxide to one zinc salt, thus : 

ZaS04 + 8X0H = Zii(0K),.4K0H + X,804 + 2H,0 
The addition of water, at a certain point, precipitates the alkali solution after it is made. Heat does the 
same, as stated in the text. .\t SO** C, about three times as much of the alkali solution is required to dis- 
solve the precipitate as at 17° C. The addition of an alkali solution so dilute as the tenth-Normal, in case 
of potassium hydroxide, does not effect full solution of the precipitate, however much is added. Sodium hy- 
droxide solntion is not required in qnite so larg3 excess to redissolve the precipitate— seven molecules being 
needed, in Normal solutions, instead of eight, as for potassium hydroxide. But the same proportion of four 
molecules is needed to hold the solution, after taking up excess by adding acid. In the case of ammonium 
hydroxide, 0.6 c.c. of Normal standard solution were found to be required to form and dissolve the precipi- 
tate from 1 c.c. of Normal solution of zinc salt. Then 1.6 c.c. of the alkali could be taken up by odd, be- 
fore repreeipitation. Apparently, then, five molecules of ammonium hydroxide are required for soluble 
comblnfition with one molecule of zinc suit. [See a report on Zinc and Alkali solutions, by the author and 
F. L. Wilson, Jour. Amer. Chem. .Soc., Feb., 1880, li. 20.] 
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and then oxidized in the air, and deposited as a non-volatile coating, yellow 
token hot and white when cold (compare 160). If this coating, or zinc oxide 
otherwise prepared, be moistened with solution of oobalt nitrate and again 
ignited, it assumes a green color. 

With borax or microcosmic salt, zinc compounds give a bead which, if 
strongly saturated, is yellowish when hot, and opaque white when cold. 

298. Estimation. — Zinc is weighed (1) As an oxide, into which form it 
is brought by simple ignition if combined witn a volatile inorganic oxyacid, 
otherwise it should be changed to a carbonate and then ignited. (2) It is 
converted into a sulphide, and after adding powdered sulphur it is ignited 
in a stream of hydrogen or hydrogen sulphide, and weighed as a sulphide. 
(3) It may be converted into ZnWH^PO^, and, after drying at 100** C, 
weighed. Ignition converts it into Zn,P,0„ with slight loss of zinc 
(CrookeSi 1886). (4) Volumetrically by converting it into the oxalate and 
titrating with potassium permanganate (W. G. Leisox). (5) Volumetri- 
cally by converting into Zn,Fe(CI9'), and titrating with potassium perman- 
ganate (M. Renard). 

208. Oxidation. — Metallic zinc precipitates tlie free metals from solu- 
tions of Cd, Sn, Pb, Cu, Bi, Hg, Ag, Ft, An, As, 8b, Te, In, Fe, Co, Ni, 
Fd, Bh, Ir, and Os {OmelinkrauVs Handhuch, 3, 6). Solutions of Cr^ are 
reduced to (Cr,)^' ; and compounds of manganese having more than two 
bonds are reduced to the dyad when acidulated with some non-reducing acid. 
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8EPAAATI0K OF THE THmD-GBOUF METALS. 

802. The reactions of the seven important metals of the third group, sis 
obtained with the compounds of each alone, include a sufficient number of 
distinct differences to construct several easy methods of complete separation. 
But it is more difficult to separate them when together than to distinguish 
them when apart, owing to the fact that the reactions of several of them are 
' modified by the presence or action of others. In some of these cases, the 
interference is probably due to simple adhesion between the bases; in others, 
to chemical action of one base with another. 

The division of the third group, by action of ammonium chloride, 
which dissolves manganous hydroxide, and excess of ammonium hydrox- 
ide, which dissolves cobalt, nickel, and zinc hydroxides, is indicated in the 
Table of Comparisons (300), and constitutes the first sepai'ation used in the 
Table at 301. If the excess of ammonium hydroxide be decided, the solu- 
tion of the cobalt, nickel, and zinc will not fail. To dissolve the manga- 
nese, the ammonium salt must be added abundantly, and the metal must be 
in the manganous condition (242). Hence the oxidation of ferrosum, bj 
nitric acid, must be limited to addition of very little nitric acid with very 
brief boiling, to avoid the formation of manganic compounds. 

The following precautions are essential to this method of separation : 
(a) All hydrosulphuric acid left from the second-group precipitation must 
be expelled, (b) Iron must be obtained in the ferric condition, as stated in 
the Table (301). (c) If citric and tartaric acids, sugar, albumen, and other 
organic substances which prevent precipitation by alkalies are present, they 
must be destroyed by evaporating the filtrate from the second group to dry- 
ness ; adding a few drops of nitric acid, gently igniting, then dissolving in 
water acidulated with hydrochloric acid. A carbonaceous residue may be 
disregarded. 

The separation of Al,(OH), from Fe,(OH)„ and Cr,(OH),, by excess of 
fixed alkali, as directed in 301 A, requires that the alkali should be strong 
enough to dissolve the aluminium, and that the boiling should bo sufficient 
to precipitate the chromium (181). 

808. The separation of CoS and NiS from tlie other sulphides of Group 
III. B, as directed in the Table at 301, is not complete, as has been stated in a 
foot-note of the table. If acetic acid be employed instead of hydrochloric 
acid as a solvent, CoS and NiS will bo left in the residue without wiiste ; but 
now the ZnS will chiefly remain undissolved (293 and 300, under H,S). The 
separation of zinc from manganese can be done by treating their sulphides 
with acetic acid ; also by treating their acetates with hydrosulphuric acid. 
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304. The following Flan of Separation, ohiefly by excess of alkali 
hydrozideSy may be employed as a study : 

JHuolve th» third-group (ammoninm sulphide) precipitate in hydrochloric cuAd with a veiy 
littie potaBfliam chlorate. 

In solution : ZnOls, AlaOl*, CrsOle, MnOls, Fea01«, O0OI3, NiOlt. 

Add ammoniwn chloride, then ammonium hydroxide in decided excees, and filter and 
wash. 

Residue (a): Foa(OH)e, Al«(OB)c, Orfl(OH)e. 

Solution (b): ZnO, MnO, OoO, NIO (as ammonio compounds). 

Dissolve residue (a) in hydrochloric add ; add excess qf potassium hydroxide in the cold. 
Filtei. 

Precipitate (c): Fo«(OH)s. (Dissolve in acid and test.) 

Solution {d)i K9Ala04i Or,Os(KaO)n. 

BoUJUtrate (d) for some time. Filter. 
Precipitate (a): Ora(OE0c. (Test by fusion with all^ali carbonate and nitrate.) 
Solution (/): SsAla04. (Acidulate and test, 167, etc.) 
To solution (b) — 

Add sulphide qf ammMUum ; filter and wash the precipitate formed. Digest with 
moderately dilate hydrochloric acid in the cold, and filter. 
Residue (g): OoS, NIB. (Test 801, B.) 
Filtrate (A): ZnOl,, BfnOl,. 

Boi\ JUtrate (A) ; add excess of potassium hydroxide, and filter. 
Precipitate : M&(OH)a. (Test by 249, a.) 
Solution : KiZnOi. (Aciduiate and test, 292, etc.) 

lu this plan — ^besides the difficulty with manganese, explained in 302: 
— we have the difficult solution of chromium in cold, fixed alkali in pre- 
sence of iron, and the uncei'tain solution of aluminium by alkali in presence 
of iron. Also, the separation of cobalt and nickel, both by redissolving 
in ammonium hydroxide, and by non-solution of their sulphides in hydro- 
chloric acid, are processes requiring care, and affording only approximate 
separation. 

306. The presence of Phoiphoric Acid greatly complicates the analysis of the third 
group. Hence, the first proceeding with the filtrate of tlie second group is to ascertain 
whether it contains phosphoric acid or not. This is most conclusively done, as directed 
in the Table for Grouping, by the test with molybdate. It will be remembered, however^ 
that a solution containing phosphoric acid along with any non alkali bases must have an 
acid reaction. As soon as the solution is neutralized, phosphates are precipitated, and so 
phosphates are thrown down in third-group precipitations. As phosphoric is a non-vola- 
tile acid, it must be removed by precipitation. To separate it from bases, it must be 
precipitated from acid solution. This is done, firstly, as directed in the Table for *' Ana- 
lysis of Group III. when Phosphates are present " (see Part III.)) by adding excess of 
ferric chloride, and then barium carbonate, in a very slightly acid solution. The PO4 is 
precipitated as ferric phqsphate, with the other two pseudo- triads of the group, aluminium 
and chromium, both as hydrates. The phosphates of the pseudo-triads, especially ferric 
phosphate, are less easily dissolved by diluted acids or by acetic acid than any other 
metallic phosphates, except, perhaps, lead phosphate. In this way the dyad metals of 
the third and fourth groups are obtained in solution, free from PO4, as they are not pre- 
cipitated by barium carbonate. Now the precipitate of Al3(OH)e, Or9(OH)6, Fea(P04)3, 
etc., i: boiled with excess of fixed alkali, which brings the aluminium into solution. 
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XtAlaOi. free froiiv PO«. The chromiam is identified, in the very complex precipitate, 
by its oxidation to acid, and the color precipitates of chromate. 

306. SecoiuUy, the phosphoric acid radical can be separated from the alkaline earth 
metals, and from the dyads of the third group, by ferric salt in presence of aceite acid 
(307). There must be no other free acid; the ferric phosphate itself being soluble in hy- 
drochloric and other strong acids. The acetic acid must be stn»ng enough to prevent the 
precipitation of phosphates of calcium, etc.; and when of this strength it does dissolve 
some ferric phosphate, so that the separation is not very close. Ferric chloride being 
taken as a reagent, sodium acetate is used, so that the chlorine shall be neutralized sa 
metallic salt, and not appear as hydrochloric acid : 

Fe,01« + 6NaO,H,0, = F«,(0,H,0>)« + 6Na01 
Fe,01« + 6NaO,H,0, + 2H,P04 r= Fa,(P04), + 6Na01 + 6H03>0, 

In the following table this principle is employed, with certain precautions. Group 
III. A, is obtained by itself ; then put with Group III. B, and digested with sulphide ; 
because, it is claimed, in this way the phosphoric acid radical is combined with the 
pseudo-triads to a greater extent than when ammonium sulphide is brought to bear upon 
the whole group in solution. After the use of the sulphide, ferrosum may be present and 
again require oxidation, iftid the free chlorine used for this purpose also secures the solu- 
tion of OoS and NiS. On digestion with the acetate^ a precipitate must occur if Fa, Al, 
or Or is present. This precipitate may contain all these pseudo-triads, when it probably 
will not contain all the PO4 ; or it may contain all the PO4, when it probably will not 
contain all the pseudo-triads. To assure the removal of all the PO4, ferric salt is added. 
The filtrate is now free from phosphoric acid, and is to be treated essentially as directed 
for the third group when phosphates are absent — obtaining precipitates of Group III. A 
and B, and carrying the filtrate to the fourth group. 
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308. Oxalates have nearly the same deportment in the third group as phosphate^ 
bat the oxalic acid radical is decompoeed altogether by the ignition and oxidation directed 
in 303 (c). By the same operation the fluorine of fluorides is expelled, and the silica of 
siliecUes left behind in the residue. JJoracie acid is precipitated slightly ih the third 
group of bases, but very little if ammonium chloride is added in large proportion. 

309. The use of Barium Carbonate for separation of the peeudo-triads from the dyails 
of the third group has been described in 806, as used in the Table in Part III. The foI> 
lowing is another scheme with use of this reagent: 



Plan for Separation by Barium Oarbonat*. 

DiMolve the third-group preclpiute tu hjdrochlorlti acid with a little potaMiam 
chlorate (to ozidlM ferroeam); dJgeet with gentle beat to expel all the free 
chlorine; neotrallse with poranrfam carbonate; Alter, if Moefleary; add the 
baritun carbonate^ agitata, and leave to aubaide in a flank or test^tabe corked 
cloee to eiclude the air. Decant, Alter; wash with hot water. 

Precipitate (a): Fes(OB)«, Ort(OH)t, etc. (the excess of BaOOi). 

Solution (6): Zndt, BSnOlti Oo01«, NIOli ; tBaOlt). 

Dissolve precipitate (a) In dilate hydrochloric acid ; add dllnte ■olphnric acid 
to complete the precipitate. Filter. 

Precipitate : BaSOi. (Reject.) 

Solution (c): Fea01«, Or«01t, AltOi; 

Nearly neatralize solution (e) with potasaiam carbonate ; add 4xoett qf potato 
Hum hydroxide, and boil for a few minntea. Filter. 

Precipitate (d): Fe^COH)*, Or.(OH)f. 
Solution (e): KtAlsOi. (Determine by 167.) 

FuMpredpUaU (d) with aodlam carbonate and nUraU. Dissolve In hot water, 
and filter. 

Residue (/): Fei(OH)«. (Dissolre in hydrochloric acid; test by 221.) 

Solution (g): K,0r04. (Test by 191, etc.) 

To Bolation (b) add sulpharic acid to complete the precipitate ; filter out the 
barinm sulphate; nearly neutralise the filtrate with pota«>inm carbonate; add 
eoecess qf potassium hydroxide ; boil a very short lime, and filter. 

Solution (A): KtZnOs. (Add hydrosulphuric acid, 298.) 
Precipitate (t*): BSn(OH)„ Oo(OH)„ Ni(OH)a. 

Wash precipitate (i), dissolve in a little dilute hydrochloric acid, nearly neutral- 
ize with ammonium hydroxide; add ammonium acetate, and treat thoroughly 
tDiUi hydroeuiphuric acid. Filter. 

Precipitate 0): OoB, NiS. 

Solution (k): Xffn(OaHaOa)«. (Add ammonium hydrate and sulphide— 242, etc.) 

Dissolve precipitate (J) in hydrochloric acid with a little potassium chlorate ; 
nearly neutralize with potassium carbonate; add solution of pof<»ssium cyan- 
ide, sufficient barely to redissolve the precipitate at first produced. Boll 
thoroughly, cool, and filter; add strong solution of good sodium hypochlorUe, 
leave for some time In a warm place (as long as a black precipitate continues 
to form) , and filter (881) . 

Precipitate (/): Ni,(OH).. 

Solution (m): S«Ooa(ON)ia. (Evaporate to dryness; test by 268, etc.) 
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CBBIUM. Ce = 140. 424. 

810. Specific gravity y electrolytic, 6.G28 ; after fusion, 6.728 (HiLLE- 
fiKAXD and Norton, 1875). Melting point between silver and antimony. 
Its principal source is cerite, in which it is found as a silicate, in conjunc- 
tion with lanthanum and didymiura. It is prepared (1) by fusing CGjCI, 
with Na (WoHLER, 1867), and (2) by electrolysis of Ce,Cl, (Hillebrand 
and Norton, 1875). Properties. — Tlie metal has a steel-gray color ; burns 
in gaseous CI, Br, I, S, and P. Is not dissolved by cold concentrated 
HNO, or H,SO, ; easily dissolved by dilute HCl, HWO„ and H,SO,. When 
ignited it burns in the air with greater brilliancy than Mg. Cold, di'y air 
has no action upon it ; moist air tarnishes it slightly. The oxides are 
Ce,0„ CeOj, and CeO,. Cerous oxide (Ce,0,) is made by heating the oxal- 
ate or carbonate in H. Cerous hydroxide, Ce,(OH)^, is formed by treating 
cerous salts with fixed alkalies. It is white, soon becoming yellow by oxi- 
dation. Cefic oxide (CeOj is formed when Ce, Cej(OH),, Ce,(CO,)„ 
Ce,(SO,)„ Ce,(NO,),, or Ce/(C,0^), is ignited in the air. It is yellow, as is 
also the hydroxide formed by treating Ce,(OH). with CI in presence of 
KOH. Ceric hydroxide loses water in drying, and becomes Ce,0(OH),. 
Cerium peroxide, CeO„ is formed by treating Ce,(SO J, with H,0, in pre- 
sence of NH.OH (BoiSBAUDRAN, 1885). Other oxides of cerium have been 
described, but their existence is doubtful. The only stable salts of cerium 
are the cerous. Ceric salts are reduced to cerous salts by boiling, with evo- 
lution of oxygen ; the one best known is Ce(SOj,. 

ReActions of Oerotui SalU. — ^Potasainm or sodium hydroxide precipicates from 
cerous salts the hydroxide, Oe(OH)i, white; clmnging by chlorine or other oxidizing 
agents to ceric hydroxide, yellow. — Ammoniuin hydroadde precipitates a basic salt. Al- 
kahes do not redissolve their precipitates. — Alkaline oarbonatef precipitate white cerous 
tarhontUe, Ces(OOa)a. — Oxalates precipitate cerous oxalate, white ; first gelatinous, then 
€r}'stalline, converted by ignition into ceric oxide. — Potassium Sulphate precipitates po- 
ta^sio-eerous sulphate, (K9S04)iOea(S04)i, white, crystalline, insoluble in excess. — Perro- 
cyanides precipitate ^hite cerous ferrocyanide. — Hydrosulphuric acid separates from 
cerium the metals of the second group; saturated solution of potassium sulphate sepa- 
rates cerium from zinc, chromium, manganese, iron, cobalr, nickel ; also from the earth 
metals. — Barium Carbonate precipitates cerous salts completely on boiling, not at all 
when cold. The reaction with oxalic acid is characteristic. — With borax and microcos- 
mic salt, all compounds of cerium give, with the oxidizing blow-pipe flame, a bead, deep 
red while hot. colorless when cold ; with the reducing flame, when strongly saturated, a 
yellow enamelled bead. 

BEBYIiLIUM. Be = 9.085. 

811. Specific gravity f 1.85 (Humidge, 1885). Melts above the point 
at which NaCl readily volatilizes (Nilson and Peterssen, 1878). 

Occurrence. — Only in combination, in beryl, Be,Al,(Si03)., and in some 
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other silicates, also in chrysoberjl, BeOAl,0,. Frepftred by fosion of 
Be,Cl, with K or Na, It has not yet been reduced by electrolysis, by car- 
bon, or by hydrogen. Properties. — Steel-colored, hard, malleable,, un- 
changed in ordinary air, only slightly tarnished in the air at a red heat, but 
burns in the oxyhydrogen flame ; burns in CI, soluble in HCl and H^SO^, 
and very slowly in HIVO, ; soluble in KOH and NaOH, but not in NH^OH. 
Oxide and Hydroxide. — The oxide, Be,0„ is formed by ignition of the 
hydroxide or any of its oxysalts, except those with non- volatile acids. The 
hydrozidey Be,(OH)„ is formed by precipitation with NH^H and drying at 
100° C. 

RMiotioiii of Baiylliam Salts.— Fixed alkali hjdiozidM precipitate the hydrox- 
%de, Be;OH)s, resembling aluminium hydrate, soluble in excess; unmoninm hydroxide- 
causes the same precipitate, insoluble in excess or in cold solution of ammonium salts. — 
Alkali sulphidea also precipitate tlie hydroxide.— Oarbonmtea precipitate double carbon- 
ates, or basic carbonates of beryllium, soluble in ammonium carbonate. Barium carbon- 
ate does not precipitate Be«01f in cold solutions, but does precipitate it completely at 
100" C— Phosphates throw down BeHP04, flocculent. Oxalates cause no precipitate. 
— Ferroc3ranide of potassium causes, after some time, a gelatinous precipitate. — Beryl- 
Hum is separated and distinguished from aluminium, and from zinc, by the solubility of 
its hydroxide and carbonate in excess of ammonium carbonate; from zinc by the indiffer- 
ence of its alkaline solutions to ammonium sulphide. Dilute alkaline solutions precipi- 
tate on long boiling, also the hydroxide dissolves in ammonium chloride solution on boil- 
ing, both distinctions from aluminium. — Beryllium compounds, ignited with cobalt ni- 
trate, yield a gray mass. Soluble salts of beryllium have a sweet taste. 



UBANIUM. U = 238.482. 

812. Specific gravity, 18.685 (Zimmekmann, 1882). Melts at a bright 
red heat (Peligot, 1868). 

Ooourrenoe. — Found in various minerals ; its chief ore is pitch-blende, 
which contains fr jm 40 to 90 per cent, of U,0,. Preparation. ^«- By fusing 
UCl^ with K or Na, Properties. — It has the color of nickel, hard, but 
softer than steel, malleable, permanent in the air and water at ordinary 
temperatures ; when ignited burns to IT,0, ; unites directly with CI, Br, I, 
and S when heated ; soluble in HCl, H,SO^, and slowly in HKO,. Oxides 
and Hydroxides. — Uraiious oxide (UO,), formed by igniting the higher 
oxides in carbon or hydrogen, is a brown powder, soon turning yellow by 
absorption of oxygen from the air. Uraiious hydroxide is formed by pre- 
cipitating uranous salts with alkalies. Uranic oxide, TJO,, is formed by 
heating uranic nitrate cautiously to 25° C, and upon ignition in the air 
both this and other uranium oxides, hydroxides, and uranium oxysalts with 
volatile acids are converted into IT,Og = TJO,2ITO,. Uranous Salts. — Ura- 
nium acts as a base in two classes of salts, uranous and uranyl salts. Ura- 
7ioits pairs aic groen and give green solutions, from which alkalies precipi- 
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tate uranons hydroxide, insoluble in excess of the alkali ; alkali carbonates 
precipitate U(OH)^, soluble in (WHJ.CO, ; with BaCO, the precipitation is 
complete even in tlie cold. H,S is without action ; (NHJ.S gives a dark- 
brown precipitate ; K^Fe(CN), gives a reddish-brown precipitate. In their 
action toward oxidizing and reducing agents uranous and uranyl (uranic) 
salts resemble closely ferrous and feiTic salts ; uranous salts are even more 
easily oxidized than ferrous salts — e.g,^ by exposure to the air, by HNO,, Cl^ 
HC10,y Br, K,Mn,0^, etc. Gold, silver, and platinum salts arc reduced to- 
the free metal. Uranyl Salts. — The hexad uranium (JP^) acts as a base, 
but usually forms basic salts, never normal : we have no,(NO,)„ not 
U(NO,),; UOjSO^, not U(SOj,. These basic salts were formerly called 
uranic salts, but at present (TTO,)" is regarded as a basic radical and called 
uranyl, and its salts are called uranyl salts — e.g., XXO,Cl, uranyl chloride, 
(ITO,),(PO^), uranyl orthophosphate. Solutions of uranyl salts are yellow; 
KOH and NaOH give a yellow precipitate, consisting of K,IT,0, and Na,n,0„. 
insoluble in excess. Alkali carbonates give a yellow precipitate, soluble in 
excess ; BaCO, and CaCO, give TTO,. H,S does not precipitate the ura- 
nium, but slowly reduces uranyl salts to uranous salts (Arendt and Kkop). 
(NH J,S gives a dark-brown precipitate! K^Fe(CW), gives a reddish-brown 
precipitate. Sodium phosphate gives a yellow precipitate. Zn, Cd, Sn,. 
Fb, Co, Cu, Fe, and ferrous salts reduce uranyl salts to uranous salts. 
Uranates. — The hexad uranium acts as an acid toward some stronger bases. 
Thus we have K,U,0^ and Na,IT,0^, formed by precipitating uranyl salta 
with KOH and NaOH ; compare the similar salts of the hexad chromium,. 
K,Cr,0, and Kskfirfi^, Other oxides of uranium are described, but are 
doubtless combinations of XJO, and HO,. 

TITANIUM. Ti = 47. 980. 

313. Titaniam is never found in a free state; found in ilmenite, FeaTiaOa, in rutite, 
brookite, and anatose. It is prepared by heating the chloride or fluoride with K or Na. 
It is a dark gray powder. When burned, combines with both the N and O of the air ; 
soluble in HOI, H18O4, and HNOi. It forms very stable compounds with nitrogen and 
cyanogen (furnace products); it decomposes water at the boiling temperature. In its 
most stable compounds it acts as a tetrad ; titanic oxide, TiOs, acting as an acidulous 
anhydride toward bases and having properties and salts resembling those of silicic acid 
—likewise forming a full series of (quadrivalent) titanic salts, as TiOli. The metal also 
acts as a pseudo-triad, in titanoua oxide, TlaOi, titanous chloride, TiaOla, and a few 
other salts, all powerful reducing agents. 

a. TttanonB salts make violet-colored solutions (the chloride, nitrate, and sulphate 
dissolve in water), from which alkali hydrozidei and their carbonatet precipitate tita- 
nous hydroxide. TiaO,(HaO)«, dark brown, changing in the air to titanic acid, H,TiOa ; 
ammonium sulphide throws down the same precipitate, hydrosulphuric acid producing 
no change; calcium carbonate separates the hydroxide.— Ferric and cupric salts arc re- 
duced to ferrous and cuprous compounds, and from salts of mercury, silver, and gold 
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the metals are separated, by titanous salts, which are thereby changed to titanic com* 
pounds. 

h. Tttanlo salts are mostly insoluble in wat«r, or decomposed by it with precipitation 
of titanic acid, HsO.TiOt or HtTIOt. Of this compound there are ttoo modifications^ one 
soluble and one insoluble in hydrochloric and nitric acids; strong sulphuric acid dissolres 
both modifications; but the titanic sulphate is decomposed and precipitated on dilution, 
and t)ie chloride on long boiling (distinctive). Titanic chloride, TIOI4, and nitrate, 
Ti(NOi)4, are permanently soluble in water. — From these, AlWlias and their oarbonatas 
«nd sulphides throw down the white voluminous titanic hydrate or titanic acid, insoluble 
in excess of the precipitants, and in ammonium salts; the same precipitate is produced by 
1>arinm carbonate. Fanrooyaaida of potassium gives a dark-brown precipitate of ti- 
tanic ferrocyanide; taanio aold, an orange precipitate. 

c, Titanatea, as shown above, are not formed by treating titanic acid, even when re- 
•cent, with aqueous alkalies, but are produced by fusion of titanic acid with alkalies or 
their carbonates So prepared, the neutral alkali titanates have a yellow color, and are 
•decomposed by hot water with separation of insoluble acid titanates of the same bases, 
but soluble in acids as titanic salts. 

d. Compounds of titanium acids with mioiocosmlo salt dissolve in the outer flame to 
•a clear bead, pale yellow when hot, and colorless when eold. The strong reducing flame 
now turns the bead yellow while hot (reddish when cooling), and violet when cold (titan- 
ous oxide). If sulphate of iron be added, the bead by the inner flame is blood-red. In 
the borax bead the same reactions are obtained, less in tense. —Ignition on charcoal with 
:soda does not reduce titanium to the metallic state (distinction from tin). 



THALLIUM. Tl = 203. 71 5. 

314. Specific gravity of the wire^ 11.91(Cbookbs, 1864). Melting point, 
^293.9° C. (561*^ P.) (Crookes, 1864). Is found in crookesifce and in many 
varieties of iron and copper pyrites. Preparation. — (1) By electrolysis. 
•(2) By reduction from its solutions by Zn or Al. (3) By fusion with KCN. 
(4) By fusion of the oxalate or with some other form of carbon. (5) Fn- 
.tsion in hydrogen gas reduces it with difficnlty. It is a bluish-white metal, 
softer than lead, malleable and ductile ; tarnishes rapidly in the air ; may 
be preserved under water, which it does not decompose below a red heat ; 
soluble in H,SO^ and HNO,, in Hd with great difficulty; combines di- 
rectly with CI, Br, I, P, S, Se, and precipitates from their solutions Cu, 
Ag, Hg, Au, and Pb in the metallic state. 

Reactiona. — As a monad its compounds are stable, and not easily oxidized ; as a 
triad it is easily reduced to the univalent condition 

a. Thallioua oxide, TltO, is black : on contact with water it forms an hydroxide, 
TIOH, freely soluble in water and in alcohol, to colorless solutions. The carbonate is 
soluble in about 20 parts of water ; the sulphate and phosphate are soluble; the chloritle 
Tery sparingly soluble; the iodide insoluble in water. Hydrochloric aold precipitates, 
from solutions not very dilute, ihdUio%is chloride^ TlOl, white, and unalterable in the air. 
As a first-group precipitate, thallious chloride dissolves enough in hot water to give the 
light yellow precipitate of iodide. Til, on adding a drop of potassium iodida solution — 
the precipitate being slightly soluble in excess of the reagent. HtS precipitates the ace- 
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tate, bat not the acidified solutions of its other salts. (NH4)«8 precipitates TlaS, which, 
on exposing to the air, soon oxidizes to sulphate. Ferrooyanides give a yellow precipi- 
tate, TliFe ; photphomolybdio aoid a yellow precipitate ; and potassium permangan- 
ate, a red-brown precipitate, consisting in part of TI9O1. Chromates precipitate yellow, 
normal chromate; and platinic chloride, pale orange, thcUlwua plcUinic chloride, (T101)t- 
PtOl4. Thallium compounds readily impart an intense green color to the flame, and 
one emerald-green line to the apectrum (the most delicate test). The flame-color 
and spectrum, from small quantities, are somewhat evanescent, owing to rapid vapori- 
zation. 

b, ThaUio oxide, TltOa, dark violet, is insoluble in water; the hydroxide, an oxy- 
hydroxide, T10(0H), is brown and gelatinous. This hydroxide is precipitated from thai- 
lie salts by the caustic alkaliea, and not dissolved by excess. Ohlorldei and bromides 
do not precipitate thallic solutions; iodides precipitate Til with L Sulphides, and HsS, 
precipitate i/iallious stUphide, with sulphur. Thallic oxide, suspended in solution of 
potassium hydroxide, and treated with chlorine, develops an intense violet-red color. 
Thallic chloride and sulphate are reduced to thallious salts by boiling their water solu- 
tions. 

815. YTTBBBIUM. Yb = 172.761.— In 1878 Mariqnac prepared 
the sulphate, Yb,{SOj„ the oxalate, Yb,(C,Oj„ the nitrate, and some 
other ytterbium salts. The metal has not been isolated. 

816. TEBBIUM. Tr = 148.6? — Terbium oxide, Tr,0„ occurs in sa- 
marskite ; the sulphate, Tr,(SOj„ and a few other salts, have been pre- 
pared, but as the metal has not been isolated the composition of its salts 
is not certain. 

817. SCANDIUM. So = 43.98. — Scandium oxide, So,0„ is found in 
gadolinite ; the sulphate, So,(SO J,, the oxalate, So,(C,Oj„ and a few other 
salts, have been prepared ; the metal has not been isolated. 

818. SAMABIIJM. Sm = 148.801. — Discovered by Boisbaudran in 
samarskite by its j^culiar spectrum. The oxide, Sm,0,, the chloride, 
8mCl, or Sm,Cl,, the sulphate, the nitrate, and a few other salts, have been 
prepared. The metal has not been isolated. 

819. GALLIUM. Qa = 68.684. — Specific gravity , 5.9. Melting pointy 
.30.15'' C. (86.27° F.) Found in zinc-blende. Prepared by electrolysis. 
It is a soft metali may be cut with a knife, flexible and malleable, soluble 
in HCl and KOH, and in hot HNO,. The oxide, Q-a,0„ the chloride, 
Oa,Cl,, and sulphate are best known. 

820. DECIPIUM. Dp = 171.?— Discovered by Delafontine in sa- 
marskite by means of the spectroscope. The oxide, Dp,0,, Dp,(SOj„ 
Dp,(IO,),, Dp,(C,H,0,)„ and Dp,(C,OJ, are best known. The metal has 
not been isolated. 
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Groups I. and II, 83 

GBOUFS I. AND n. 

322. The first group includes metals whose chlorides are insoluble in 
water (Pb, Ag, and (Hg,)"). 

The second group includes those metals whose chlorides ai*e soluble in 
water, but whose sulphides are insoluble in dilute acids. 



Copper Ou = 63.173 

Bismuth Bi = 207.523 

Cadmium Od =111.835 

Lead Pb =206.471 

Silver Ag = 107.675 

Mercury Bg = 199.712 

Arsenic As = 74.918 

Antimony 8b = 119.955 

Tin 8n =117.698 



Gold A« = 196.155 

Platinum Pt = 194.415 

Palladium Pd = 105.737 

Ruthenium Ru = 104.217 

Iridium Ir =1 92.651 

Rhodium , Rh =104.055 

Osmium 0« = 198.494 

Tellurium Te = 127.960 

Selenium Se = 78.797 

Tungsten W = 183.610 

Molybdenum Mo = 95.527 

Norwegium Ng = 218.93? 

Germanium Or = 72.32 



328. Comparative View. — Owing to the partial solubility of lead 
chloride in water, it is never completely precipitated in the first group ; 
hence it must also be tested for in the second group. (HgJ" belongs to 
the first group and Hg" to the second. Silver, then, is the only exclusively 
first-group metal. 

824. The metals included in tliese groups are less strongly electro-posi- 
tive than those of the other groups. Only bismuth, antimony, tin, and mo- 
lybdenum decompose water, and these only slowly and at high tempera- 
tures. The oxides of silver, mercury, gold, platinum, and palladium are 
decomposed below a red heat. Copper, lead, and tin tarnish by oxidation 
in the air. ' In general, these metals either do not dissolve in acids with 
evolution of hydrogen, or do so with difficulty. Nitric acid is the best sol- 
vent for all, except antimony and tin, which are rapidly oxidized by it. 

826. Mercury, arsenic, antimony, and tin form, each, two stable classes 
of salts. Tlierefore, the lower oxides, chlorides, etc., of these metals act as 
reducing agents ; and their higher oxides, chlorides, etc., as oxidizing 
agents, each to the extent of its chemical force. Affeenic, antimony, tin, 
molybdenum, and several of the rare metals of these groups enter into acid- 
ulous radicals, which form stable salts. Arsenic and selenium are metal- 
loids rather than metals. Arsenic, antimony, and bismuth belong to the 
Nitrogen Series of Elements. 

826. A hirge proportion of the compounds of these metals are insoluble 
in water. Of the oxides or hydroxides, only the acids of arsenic are soluble 
in water. The only insoluble chlorides, bromides, and iodides are in these 
groups. The sulphides, caibonates, oxalates, phosphates, borates, and cy- 
anogen compounds are insoluble. Most of the so-called soluble compounds 
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of bismuth, antimony, and tin, and some of those of arsenic and mei-cury, 
dissolve only in acidulated water, being decomposed by pure water, with 
formation of insoluble basic salts. 

827. The oxides of arsenic, antimony, and tin — in general terms — diip 
solye in alkali hydrozideB. Oxides of silver, copper, and cadmium dis- 
solve in ammonium hydroxide ; oxide of lead, in fixed alkali hydroxide. 
Metallic lead, like zinc, dissolves in fixed alkali hydroxide, with evolution 
of hydrogen, though it scarcely decomposes any acid by displacing hy- 
drogen. 

328. Many double salts are formed with the metals of this group. Those 
whose sulphides dissolve in alkali sulphides, owe this property to the forma- 
tion of soluble sulpho-salts or double sulphides. Platinum forms a large 
number of stable double chlorides, soluble and insuluble ; and gold forms 
double chlorides, cyanides, etc. 

820. Mercury, antimony, silver, and gold do not form hydroxides. 
The oxides of gold are very instable. 

880. The metals of this group are all easily reduced to the metallic state 
by ignition on charcoal. Except mercury and arsenic, which vaporize^ and 
certain rarer metals difficultlv fusible, the reduced metals melt to metallic 
grains on the charcoal. Mercury and antimony vaporize from the liquid, 
arsenic from the solid state. 

OOPPEB. Cu = 63.173. 

381. Specific gravity^ variable : hammered, 8.9587 (Berzelius); crys- 
tallized, 8.94; electrolytic, 8.914 (Marcuand). Melting pointy variable; 
ViOLLE finds it to be 1054° C. (1929° F.) Valence, a dyad in cupric salts, 
as Cu'Cl,, and a pseudo-monud in cuprous suits, as (Cu,)"Cl,. 

882. Ooourrenoe. — Copper is found native in various parts of the 
world, and especially in the region of Lake Superior. The most important 
English ore is co])per pyrites, CuFeS, ; copper glance is Cu,8 ; green mala- 
chite is Cu,(OH),CO, ; blue malachite is Cu,(OH),(CO,), ; red copper ore 
is Cu,0 ; tenorite is CuO ; it is found iu many other ores, and is utilized as 
a by-product in their ^duction. 

883. Preparation. — For the details of the various methods of copper- 
smelting the works on metallurgy sliould be consulted. Iu the laboratory 
pure copper may be produced (1) by electrolysis ; (2) reduction by igni- 
tion in hydrogen gas ; (3) reduction of the oxide by ignition with carbon, 
carbon monoxide, illuminating gas, or other forms of carbon ; (4) reduc- 
tion of the oxide by K or Na at a temperature a little above the melting 
point of these metals; (5) reduction by fusion with pottissium cyanide 
(2CuO + 2KCN = 2Cu + 2KCNO). For its reduction in the humid way 
sec 351. 
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834. Propertiea — ^A red metal, but thin sheets trausmit a greenish-blue 
light, and it also shows the same greenish-blue tint when in a molten con- 
dition. Of the metals in ordinary use only gold and silver exceed it in 
malleability. lu ductility it is inferior to iron and cannot be so readily 
drawn into exceedingly fine wire. Although it ranks next to iron in 
tenacity, its wire bears about half the weight which an iron wire of the 
same size would support. As a conductor of heat ic is surpassed only by 
gold. Next to silver it is the best conductor of electricity. Dry air has no 
action upon it ; in moist air it becomes coated with a film of oxide which 
protects it from further action of air or of water. 

886. OzideB and Hydroxides. — Cuprous oxide (Cu,0) is found na- 
tive ; it is prepared (1) by reducing CuO by means of grape-sugar in alka- 
line mixture ; (2) by igniting CuO with metallic copper; (3) by treating an 
ammoniacal cupric solution with metallic copper, then adding KOH and 
drying. A red powder, soluble in HCl, forming Ou,Cl,. Cuprous hydroxide 
is formed by precipitating cuprous salts with KOH or NaOH. Cupric ox- 
ide is formed by igniting the hydroxide, cai'bonate, sulphate, nitrate, and 
some other cupric salts in the air. Cupric hydroxide is formed by precipi- 
tating cupric salts with KOH or NaOH. It is stated by H. Rose that ie- 
tracupric .nonoxide (Ou^O) is formed by treating a cupric salt with KOH 
and a quantity of K^SnO, insufiicient to reduce it to the metallic state. A 
peroxide of copper (CuO,) is supposed to be formed by treating Cu(OH), 
with H,0, at 0° C. 

886. Solubilities. — Copper does not dissolve in acids with evolution of 
hydrogen ; it dissolves most readily in nitric acid, chiefiy with the evolu- 
tion of nitric oxide (a); also, in hot concentrated sulphuric acid, with evo- 
lution of sulphurous anhydride (b): 

a. 80a + 8HNO. = 8Cii(NO.), -^ 4H,0 + 2NO 
h. On + 2H98O4 = CuSOi + 2HsO + 8O1 

The atmosphere oxidizes copper very rapidly when in contact with sol- 
vents of the oxide of cop])er ; and in this manner the metal becomes ozi- 
diced and dissolved in hydrochloric acid and nearly all acids, in ammo- 
nium hydroxide, in solutions of many salts, in fats, sugars, and other or- 
ganic substances. 

Copper forms two oxides, and corresponding series of salts : cuprous 
salts being infrequent and instable compounds, nearly all insoluble in water, 
and easily resolved into metallic copper and cupric salts, the stable and rep- 
resentative compounds of the metal. 

Cupric salts are readily reduced to ouprous combinations by most 
strong reducing agents acting with alkalies, as, by sulphites {a) with free 
alkali (difiQcultly, without alkali); by arsenious acid, with excess of alkali ; 
by glucose, and certain other sugars and organic materials, with excess of 
alkali. Also, by ferrous salts, in presence of iodides (345 b). Metallic iron 
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and ziuc separate, from solutions of cupric sultSi metallic copper, without 
formation of cuprous salt. 

a. 2OU8O4 + 4KOH + 8O1 = Oiia80« + 2Ks80« + 2H,0 
837. CUPROUS oxide — Cu,0 — is of a browoisli-red color ; cuprous hy- 
droxide — Cu,(OH), — brownish-yellow. Cuprous salu are inioliible in water. 
The chloride, Cu,Cl,, dissolves in strong hydrochloric acid to a colorless 
solution, which turns green in the air. 



From this aolution water throws down the cuprous chloride, white; fixed 
in small quantity, neutralize the free acid, and precipitate the white cuprous chloride ; 
in larger quantity, precipitate the yellow cuprous hydroxide, in:»oluble in excess. Am- 
monium hydroxide and ammonium carbonate, in excess, redissolve the hydroxide, and 
dissolve the oxide to a colorless solution, which turns blue on exposure. Potassa repre- 
cipitates the ammonia solution. Soluble carbonatet precipitate the yellow cuprous car- 
bonate, OusOOi. — ^Iodide of potassium precipitates the white cuprous iodide. CHi«It, 
without liberation of iodine (845 6).— Hydrosulphuric acid and sulphidei precipitate 
OugS, black. — Phoephatei, ozalateti cyanidei, and ferroo3ranides precipitate their re- 
spective cuprous salts, white; fezxioymnidea, brown-red. Ammoniacal solution of silrer 
nitrate precipitates metallic silver. — With the blow-p^ie, cuprous salts behave like cu- 
prous compounds (849). 

338. Beaotions of Cuprio Salts. — Gapric salts, in crystals or solution, 
have a green or blue color; the chloride (2 aq.) in solution is emerald-green 
when concentrated, light blue when dilute ; the sulphate (5 aq.) is " blue 
vitriol." Anhydrous cupric salts are white. The crystallized chloride is 
deliquescent; the sulphate, permanent; tlie acetate, efflorescent. 

Cupric hydi'ozide, basic carbonate, oxalate, ])hosphate, borate, arsenite, 
sulphide, cyanide, ferrocyauide, ferricyanide, and tartrate are insolnble in 
water. The ammonio-oxide and most of the amnionic salts, the potas- 
sio and sodio cyanides, and the potassio and sodio tartrate, are soluble in 
water. In alcohol the sulphate and acetate are insoluble ; the chloride 
and nitrate, soluble. Ether dissolves the chloride. 

Copper is easily Identified by reduction with iron to the lustrous metal- 
lic state (350) ; also, by the blue solution with excess of ammonium 
hydroxide (340), used as a separation from bismuth. 

339. Fixed alkalies — KOH — ^added to saturation in solutions of cop- 
per salts, precipitate copper hydroxide, Cu(OH)„ deep blue, insoluble in 
excess, soluble in ammonium hydroxide (if too much fixed alkali is not 
present), very soluble in acids, and changed, by standing, to the black, basic 
hydrate, Cu,0,(OH),; by boiling, to CuO. If tartaric acid, citric aci(^ 
grape-sugar, milk-sugar, or certain other organic substances are present, 
the precipitate either does not form at all, or redissolves in excess of the 
fixed alkali to a blue solution. The tartrate alkaline solution m;iy be 
boiled without change ; in presence of sugar, the application of heat pre- 
cipitates the yellow cuprous hydrate (346). The addition of alkali 
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hydroxides, short of saturation, forms insoluble basic salts, of a lighter blue 
than the liydrate. 

340. Ammonium hydrate, added short of saturation, precipitates the 
pale blue basic salts ; added jusc to saturation, the deep blue hydroxide (in 
both cases like tJi^ fixed alkalies) ; added to supersaturation^ the precipitate 
dissolves to an intensely deep blue solution. The blue solution consists of 
compounds of cuprammonium, (N^H^Cu)", a diammonium formed by the 
substitution of au atom of copper for an atom of hydrogen in each of two 
semi-molecules of ammonium, NH,ITH,Cut The cuprammonium oxide is 
united with ammonium salt, as (N,H^Cu)0.(NHj,SO^ and (N,H^Ca)0.- 
(NH.Cl). : 

Oa804 + 4NB4OH = (N,HeOa)0.(NH4).S04 + 8H,0 

From this solution the fixed alkalies in strong solution precipitate the 
blue hydroxide, and on boiling the black oxide, CuO. 

841. Ammonium carbonate, like ammonium hydroxide, precipitates and 
redissolves to a blue solution. Carbonates of fixed alkali metals — ^as 
X,CO, — precipitate the greenish-blue, basic carbonate, Cu,(OH),CO„ of 
variable composition, according to conditions, and converted by boiling to 
the black, basic hydroxide and finally to the black oxide. Barium carbon- 
ate precipitates completely, on boiling, a basic carbonate. 

842. HydrosiQphurio add, and soluble siQphides, precipitate copper 
-sulphide, CuS, black, formed alike in acid solutions (distinction from iron, 
manganese, cobalt, nickel) and in alkaline solutions (distinction from 
arsenic, antimony, tin). — Solutions containing only the one-hundred-thou- 
sandth of copper salt are colored brownish by the reagent. The precipitate, 
CuS, is easily soluble by nitric acid (a) (distinction from mercuric sul- 
phide) ; with difficulty soluble by strong hydrochloric acid (distinction from 
antimony) ; insoluble in hot dilute sulphuric acid (distinction from cad- 
mium) ; insoluble in fixed alkali sulphides, and but slightly soluble in am- 
monium sulphide (distinction from arsenic, antimony, tin) ; soluble in so- 
lution of potassium cyanide (b) (distinction from lead, bismuth, cadmium, 
mercury) ; soluble in solution of potassium carbonate. 

a. eCuS + 16HNO. = eOi](NO.> + 88, + 8H,0 + 4NO 
ft. OnS -f 4KON = (KON),Oii(ON), + K,8 

848. Fhosphates— as K"a,HPO^— give a bluish- white precipitate of cop- 
per phosphates; CuHPO^, if the reagent is in excess ; Cu,(POj„ if the 
copper salt is in excess ; the precipitates slightly soluble by acetic acid. — 
Oxalates precipitate cupric oxalate, CuC,0^, bluish-white, insoluble in acetic 
acid, and formed from mineral acid salts of copper by oxalic acid added 
'with alkali acetates. — Normal potassium ohromate precipitates brown-red 
basic cupric chromate, somewhat soluble in water. — Arsenites, as K^AsO,, 
or arsenious acid with just sufficient alkali hydroxide to neutralize it, pre- 
cipitate from solutions of cupric salts (not the acetate) the green copper 



88 Copper. 

arsenite^ chiefly CuHAsO, (Scheele's green, ^^Piiris green"), readily soluble 
ill Hcidd and in ammotiiuin hydroxide, decomposed by strong pot4is8ium 
hydroxide solution. From cupric acetate, arsenites precipitate, on boiling,. 
copper aceto-arsenite, (0uOA8,O,),0u(C,H,O,)„ Schweinfurt green or Im- 
perial green, ** Paris green," dissolved by ammonium hydroxide and by acids, 
decomposed by fixed alkalies. 

844. AlkaJine oyanides — as KCN — precipitate at first the yellowish- 
green cyanide, Cu(CN)„ soluble in excess of the reagent by formation uf 
potassium cupric cyanide, K,Cu(CN)^. The cnpric cyanide precipitate is 
instable, becoming cuprous, or cuproso-cupric cyanide, 011,(0^),; the lat- 
ter unites with ammonium hydroxide, forming several green to blue salts, 
mostly soluble in water. Ferrooyanides — as K^Pe(CN), — precipitate the 
copper ferrocyanide, Cu,Fe(CM'),, reddish-brown, insoluble by adds, de- 
composed by alkalies. In highly dilute solutions a reddish coloration, 
without precipitate, is seen. Ferrioyanides— as K,Fe,(CN)j, — precipitate 
copper ferricyanidey Cu,Fe,(ON),,, yellowish- green, insoluble in hydrochlo- 
ric acid. Thiooyanatee, with sulphurous or hypophoephorous acid, preci- 
pitate cuprous thincyanate^ Cii,(ON8),, white (distinction from cadmium). 

846. Soluble iodides precipitate, from concentrated solutions of copper 
salts, cuprous iodide, On^I^ white, colored dark brown by the iodine sepa- 
rated in the reaction (a). The iodine dissolves with color in excess of the 
reagent, or dissolves colorless on adding ferrous sulphate or soluble sul- 
phites, by entering into combination. Cuprous iodide dissolves in thiosul- 
phates (with combination). 

The cuprous iodide is precipitated, free from iodine, and more com- 
pletely, by adding reducing agents with iodides ; as, Na,SO,, H,SO,» 
FeSO, (J). 

a. 20n80« + 4KI - Ou,I, -I- Is -f- 2K,80« 

b, 2OU8O4 + 2KI + 2F«SO« = Oa,I, + K,S04 + Fe,(S04), 

2O118O4 + 4EI + H3BO, + H,0 = Ou,X« + 2K38O4 + H,S04 + 2HZ 
846. Metallic copper is reduced and separated from cupric solutions by 
iron, zino, cobalt, nickel, lead, cadmium, bismuth, tin, and phosphorus. 
A bright slip of iron in solution of cupric salts acidulated with hydrochlo- 
ric acid, receives a bright copper coating, recognizable from solutions in 
120,000 parts of water. Zinc acts most promptly in contact with platinum, 
as by use of a platinum disii, when the copper is deposited on the platinum; 
when minutely divided as a precipitate, the coppnr is dark brown to black. 
Finely divided zinc can be removed by solution in hydrochloric acid. Ni- 
tric acid and tartaric acid interfere with this reactioti : 

OuBOi + Fe = On + FeS04 
(For every 63 parts of copper deposited, 55.9 parts of iron are dissolyed.) 

For detection of minnte traces of copper, by metallic redaction, Hager directs as fol- 
lows : The material is obtained in solution acidalated with acetic acid. The end of a 
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platinum wire is inserted just within the eye of a large sewing-ueedle, around which lh& 
wire is wound. The coil is left in the solution three or four hours, at a temperature of 
25** to 80° C. (77° to 86° F.) The presence of copper is indicated by a black-brown coat- 
ing on the platinum wire, but more closely determined by further treatment. The needl& 
is now withdrawn, the platinum wire is washed by gentle introduction into water, placed 
in a test-tube, treated with four or five drops of nitric acid and a few drops of diluted 
snlpboric acid, warmed, boiled to expel all nitric acid, and an excess of ammonium hy- 
droxide added. 

Hydrobromio Aoid.— To one drop of the copper solution add two drops 
of HBr, and concentrate by evaporation to one-half of its yolume ; the 
roee-red color indicates copper. 0.01 of a milligramme of copper may thus 
be detected. Of the common metals only iron interferes. KBr and H,80^ 
may be substituted for the HBr. 

Arsenious add, certain sugars, and many organic compounds, reduce 
cupric salts with fixed alkali hydroxide to a yellow precipitate of cuprous 
oxide and not to metallic copper. 

Sodium thlosnlpliata, NasSiOs, added to hot solutions of copper salts, gives a black 
precipitate. In solutions strongly acidulated (with Jiydrochloric acid) this is a separa- 
tion from cadmium. 

847. Ipdtion with sodium carbonate on charcoal leaves metallic copper 
in finely divided grains. The particles are gathered by triturating the 
charcoal mass in a small mortar, with the repeated addition and decantution 
of water until the copper subsides clean. It is recognized by its color^ and 
its softness under the knife. 

848. Copper readily dissolves, from its compounds in beads of borax an J 
of microcosmic salt, in the outer flame of the blow-pipe. The beads are 
green while hot, and blue when cold. In the inner flame the borax bead 
becomes colorless wlien hot ; the microcosmic salt turns dark green wliei> 
hot, both having a reddish-brown tint when cold (Cu,0) (helped by add- 
ing tin). 

849. Compounds of copper, heated in the inner flame, color the outer 
flame gi-een. Addition of hydrochloric acid increases the delicacy of the 
reaction, pving a greenish-blue color to the flame. 

360. Batimation.— (1) It is precipitated by means of zinc in a platinum 
dish (or a small battery may be employed) and weio;hed as metallic copper. 
Or it maybe converted into CuH, by treating with H,PO,, and after reducing 
to metallic copper by ignition weighed as such. (2) It is converted into CuO 
and weighed after igni tion. (3) It may be precipitated either by H,S or Na,S,. 
O,. and, after ndding free snlphur and ignitins: in hydrogen gas, weighed as 
ciiprons sulphide, or it may be precipitated by KCNS in presence of H,SO, 
or H.PO,, and, after adding S, ignited in H and weighed as Cu,S. Ou,0, 
CuO, Ou(NO,)„CuCO„ OuSO,, and many other cupric salts, are converted 
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into Cu,S by adding 8 and igniting in hydrogen gas. (4) By adding KI to 
the cupric salt and titrating the liberated I by Na,S,0,; not permissible 
with acid radicals which oxidize HI. (5) By precipitating as Cu, dissolying 
in Pe.Cl., 

Oa + FetOli = OaOlt + 3FeCl«, 

UTid titrating the latter by K,Mn,0,. (6) By reducing with a solution of 
SnCl, of known strength in presence of free HCl 

20a01t + BnOlt = OiiaOlt + 8n01«, 
the end of the reaction is known by the disappearance of the green color of 
CuCl,. 

361. Oxidation. — Solutions of Ca" and (On,)'' are reduced to the metal- 
lic state by Zn, Cd, Sn, Al, Pb, Fe, Co, Ni, Bi, and in presence of KOH by 
K,SnO,. Cu" is reduced to (On,)" by SnCl, in presence of HCl, and in 
presence of KOH by Aa^O, and by grape sugar. Metallic copper is oxidized 
to Cu" by solutions of Hg", (Hg,)", Ag', Pt'^ and Au'", these salts being 
reduced to the metallic state. Copper is also oxidized by many acids. 

BISMUTH. Bi == 207 623. 



362. Specific gravity, 9.759 (Schroder, 1859). Melting pointy 268.3'' 
C. (515^ F.) (RiEMSDYK, 1869). Valence, a triad in Bi'"Cl„ a pentad in 
Bi^,0^. and in Bi,0, a dyad. 

363. Ocourronce. — A comparatively rare metal, usually found native ; 
also found as bismuth ochre (Bi,0,), bismuthite or bismuth glance (Bi,Sj, 
41 nd in some other minerals. 

364. Preparation. — On a large scale it is always reduced from its ores 
by fusing with carbon. It may also be produced by fusing with K, Na, CO9 
KCN, HjC.O^, or NH^Cl. 

356. Properties. — A hard, brittle, reddish-white metal. Its melting 
point is lowered by alloying with other metals. Fusible metal consists of. 
in parts by weight, 2 Bi, 1 Sn, 1 Pb, and melts at 93.7° C, " Wood^s Metal,'' 
15 Bi, 8 Pb, 4 Sn, 3 Cd, melts at 68"^ C. Bismuth may be distilled in an 
atmosphere of H above 1100° C. 

866. Oxides. — Four oxides are known — ^Bi,0,, Bi,0„ Bi,0^, Bi,0,. Di- 
bismuth dioxide (Bi,0,) is sometimes called hypobismuihous oxide ( Watts' 
Dictionary y 1888); and more properly bismuihous oxide (ffraAai/i Otto's 
Chemiej 1888). It is formed by the action of potassium stannite upon bis- 
muth hydroxide — 

2B](OH), + K,8nOt = Bi,0« + KaSnOs 4- 3H,0. 
A black powder easily oxidized to Bi". A corresponding dibismuth tetra- 
chloride, Bi,Cl^, is formed when metallic bismuth is heated with BiCl,, 
Hg,Cl„ or CI in the right proportions. It is instable. Bismuth peroxide, 
Bi,0^, is formed when CI is passed into a hot solution of KOH, containing 
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Si(OH),. Ifc is a reddish powder. Non-reducing acids, sach as n,SO^, 
change it to Bi'^', with evolation of oxygen. Reducing acids are them- 
selves oxidized, no oxygen being given off — e,g,y 

BiaOft + lOHOl = SBiOls + 201, + 5H,0. 

Dibismuth tetroxide, (Bi,Oj, is little known ; formed like Bi^O^, but using 
less chlorine. It may be considered in its valence as a union of Bf and 
Bi^ , 2Bi,0. = Bi,0, + Bi,0.. 

Bismuth oxide and its corresponding salts are stable. It has a yellow* 
ish- white color (Bi(OH), is white); is formed when any other bismuth ox- 
ides, hydroxides, organic salts, or inorganic oxysalts with volatile acids, are 
ignited in the air. Bismuth hydroxide, Bi(OH)„ is formed by precipitat- 
ing bismuth salts with alkalies. 

357. Solubilities. — Bismutii is but slightly oxidized in the air at ordi- 
nary temperatures, rapidly at a red heat ; it takes fire in chlorine, and 
unites readily with bromine, iodine, and sulphur. Hydrochloric acid 
scarcely attacks it ; boiling sulphuric acid salifies it with separation of sul- 
phurous anhydride, but it diatolyes much the most readily in nitric acid, 
with evolution of lower oxides of nitrogen. 

The sulphide, hydroxide, basic carbonate, phosphate, chromate, borate, 
sulphite, oxalate, iodide (364), cyanide, ferrocyanide, ferricyanide, tartrate, 
citrate, tannate, and valerianate are insoluble in water. The chloride, 
bromide (364), nitrate, chlorate, and sulphate — when taken as normal 
salts — are soluble in water acidulated with their respective acids, or with 
other acids forming '' soluble *' bismuth salts ; but are decomposed by pure 
water, with partial solution and partial separation of insoluble hasic 
salts — (326 and equations in 358). The ammonio citrate is soluble in 
water without decomposition ; and the decomposition of the normal chlo- 
ride, nitrate, and sulphate is prevented by the addition of compara- 
tively small quantities of acetic, citric, and certain other organic acids. • 
The acidulated, water-saturated solutions of the nitrate and chloride may 
be considerably further diluted with alcohol, without disturbance. 

In analysis, bismuth is precipitated alone, from the nitric acid solution 
of second-group sulphides, after removing lead (and silver), by adding ex- 
cess of ammonium hydroxide, a separation from copper and cadmium. 
The precipitation by water (358) suggests bismuth. 

358. Water precipitiites, from the acidulated bismuth solutions, white 
iazic salis (see equations below), which contain less of their acid radicals in 
proportion as greater quantities of water are added, and some of which can 
be washed on the filter until almost pure hydroxide or oxide. The precipi- 
tation is most complete with the chloride, and with other salts is promoted 
by addition of hydrochloric acid or chlorides ; hence it may occur as a first- 
group precipitate. All the precipitates are readily soluble in hydrochloiic 
and nitric acids ; not in tartaric acid (distinction from antimony). Acidu- 
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lution with certain organic acids (in accordance with the statement in 357) 
prevents the precipitation : 

BiOlt + H,0 = BtOCn + 2H01 
Bi(NO.)s + 2H,0 = (a) BiONO,.B.O + 2BNO. 
4Bi(NO.). + OHsO = (h) Bi40»(N0«),.H,0 + lOHNOa 
Bi(NO,). + 8H,0 = (c) Bi(OH). + ttHNO. 

869. Tlie alkali hydroxidea precipitate from bismuth solutions— in 
absence of tartaric acid, citric acid, and certain other organic substances — 
tiie white bismuth hydroxide^ Bi(OH),, insoluble in excess of the reagents, 
converted by boiling to the oxide, Bi,0,y yellowish-white. Cert^n reducing 
agents turn the precipitate black (356). 

360. The carbonates precipitate basic bismuth carbonate , Bi,0,CO,, 
white, insoluble in excess. Barium carbonate forms the same precipitate, 
without heating. 

361. Hydroaulphurio add and sulphides precipitate bismuth sul- 
phide, Bi,8,, black, insoluble in dilute acids and in alkali hydroxides; 
insoluble in alkali sulphides (distinction from ai*senic, tin, antimony), and 
in alkali cyanides (distinction from copper). It is soluble by moderately 
concentrated nitric acid (distinction from mercury), the sulphur mostly re- 
maining free. 

36'2« Soluble ohromates — both K^CrO^ and EjCr.O^ — precipitate the 
yellow, b:isic bismuth chromate, Bi^O(CrOJ„ distinguished from that of 
lead by its insolubility in fixed alkali hydroxide. 

363. Phosphoric acid and soluble phosphates precipitate bismuth phos^ 
phate, BiPO^, insoluble in five per cent, nitric acid, insoluble in dilute 
acetic acid, readily soluble in hydrochloric and sulphuric acids. — Arsenic 
acid and arseniates form a precipitate corresponding to the phosphate in 
composition, and having the t^ame solubilities. 

864. Oxalic acid and oxalates precipiUite bismuth oxalate, Bi,(C,Oj.» 
white, insoluble in dilute acids. 

Potassium Iodide produces in slightly acidulated solutions of bismuth 
salts — not acidukted to excess with hydrochloric acid — a dark brown pre- 
cipitate of bismuth iodide, partly basic, soluble in excess of the reagent, in 
hydrochloric acid and in hydriodic acid — in each case with a brown tinge to 
the solution, not soluble in dilute nitric acid.* 

Bromides precipitate a basic salt, soluble in acid. 

* This precipitate, at the moment of its formation in concentrated solntions. ie doabtlera normal bis- 
muth iodide, Bill, which isfi^dualiy decomposed by water, more rapidly in dilate rolntions, forming basic 
iodide (oxy-iodide) with separation of hydriodic acid. The oxy-iodide of the composition BiOI is stated to 
be insoluble in solutions of alkali iodides, while this precipitate is soluble in these solutions, even after de*^ 
composition by much water. 

The reaction of iodides, with bismuth solutions, differs in dej^ree but not in kind from that of chloridec; 
the normiil bismuth iodide only requiring stronger acidnlation to hold it in solution than the normal chlor- 
ide Also, intermediate between the behavior of these two lies that of bismuth bromide. The aqueon.^ 
iodides form a very delicate test for even quite strongly acidulated solutions of bismuth salts, and the bis- 
muth iodide may not improperly be classed as an " insoluble ^* salt (657). 
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866. Alkaline oyanides precipitate the white hydroxide Bi(OH),, with 
formation of hydrocyauic acid. The precipitate is insoluble in the reagent. 
— ^FerrooyanideB form a white to yellow precipitate ; ferrioyanides a yel- 
low to brownish-yellow precipitate — both normal bismuih salts^ and both 
insoluble in acids. 

Tannic acid throws down bismuth tannate, yellow. 

366. Metallic bismuth is reduced from bismuth solutions, mostly as a 
6|)Ougy precipitate, by aino, iron, tin, lead, copper, and cadmium. 

Potassium or sodium stannite (K,SnO,), when added in excess to bis- 
muth solutions, causes a bhick precipitate, from reduction to dibismtith 
dioxide^ Bi,0„ a very delicate reaction. The stannite is made, when 
wanted, by adding to stannous chloride solution, in a test-tube, enough 
sodium or potassium hydroxide to redissolve the precipitate at first 
formed. 

The basic bismuth nitrate is reduced by grape sugar, in a warm solu- 
tion of fixed alkali carbonate with formation of a blackish-brown liquid 
and dark-gray sediment containing dibismuth dioxide^ Also, the recent 
bismuth hydroxide, in sus|)ension with the excess of fixed alkali, is reduced 
by digestion with grape sugar or milk sugar to a black precipitate. 

367. On charcoal, with sodium carbonate, before the blow-pipe, bis- 
muth is readily reduced from till its compounds. The globule is easily fusi- 
ble, brittle (distinction from lead), and gradually oxidizible under the 
flame, forming an incrustation (Bi,0,), orange-yellow while hot, lemon-yel- 
low when cold, the edges bluish-white when cold. The incrustation disap- 
pears, or is driven by the reducing flame, without giving color to the outer 
flame. 

With borax or microcosmic salt, bismuth gives beads, faintly yellowish 
when hot, colorless when cold. 

368. Estimation. — (1) As metallic bismuth formed by fusion with po- 
tassium cyanide. (2) As Bi,0, formed by ignition of bismuth salts of or- 
ganic acids, or of the salts of vo'atile inorganic oxyacids. (3) By precipi- 
tation by H,S, and after drying at 100'' C, weighing as Bi,S,. (4) By pre- 
cipitation by K,Cr,0„ and after drying at 120° C, weighing as BI,0- 

369. Oxidation.— Alt compounds of bismuth having less than five 
bonds are oxidized to Bi^ by CI, in presence of KOH. The triad is reduced 
to the dyad in presence of KOH by K,SnO„ and by grape sugar. Metal- 
lic bismuth reduces salts of Hg, Ag, Ft, and Au to the metallic state. 
Erom bismuth salts the free metal is precipitated by Zii, Mgy Al, Cd, Pb, 
Fe, and Cu. 
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OADMinM. Cd = 111.835. 

370. Spedfie gravity, hammered, 8.667 (ScBRdOEi, 1859). Vapor den9U^(B,— l\ 
55.8 (Devillk and TaoosT, 1861). Melting point, 920"^ C. (606* F.) (Rikmsdyk, 1869). 
Boiling point, If^"" to 772'* C. (Carnelley and Williams, 1878). 

' 371. Ooo ui T M ioa. — Foand in greenockite (OdS), and with zinc in many of its ores. 
PraparatioB. — Reduced bj carbon and separated from zinc (approximately) by distilla- 
tion, the cadmium being more Tolatile. It may be reduced by fusion with H, OO, or 
coal gas. 

372. PropertiM. — A white crystalline metal, soft, but harder than tin or zinc ; more 
tenacious than tin ; malleable and very ductile, can easily be rolled out into foil or drawn 
into fine wire, but at 80** C. it is brittle. It may be completely distilled in a current of 
hydrogen above dOO'' C. ; only slightly tarnished by air and water at ordinary tempera- 
tures. When ignited burns to OdO. When heated combines directly with Ol, IBr^ I, 8^ 
8e, P, and T«. It forms many useful alloys. 

Oxide and Hydroxide.— Its only hydroxide, Cki(OH)a, \» formed from its salts 
by precipitation with KOH or NaOH; and its only oxide (OdO), by ignition of 
Od(OH),. Od(NO.),. OdO.O«. OdOO«, etc. 

373. SolubilitiM. — It diaaolvM slowly in hot, moderately dilute hydrochloric or sul- 
phuric acid, with evolution of hydrogen; in nitric acid, more readily with generation of 
nitrogen oxides. — Cadmium forms a single oxide, Od"0, yellowish-brown, and a corre- 
sponding series of salts, from which it is reducible, in the wet way, only by strong reduc- 
ing agents. It forms numerous double salts, especially haloids. — The hydroxide, sul- 
phide, carbonate, oxalate, phosphate, cyanide, ferrocyanide, and ferricyanide are iasoln^ 
ble in water. The chloride and bromide are daliqueaoant, and soluble in alcohol as well 
as water; the iodide is permanent, and soluble in water and alcohol; very sparingly in 
ether. The ammonio-oxide and the potassio and sodio cyanides are soluble in water. 

All of its salts that are insoluble in water are soluble in hydrochloric and nitric acids 
and in ammonium hydroxide, except OdS. 

874. Beaotions of Cadmium Salts. — Fixed alkalies precipitate from 
solutions of cadniiam salts — in absence of tartaric and citric acids, and cer- 
tain other organic substances — the white hydroxidey C(l(On),, insoluble in 
excess of the reagents (distinction from zinc). Ammonium hydroxide 
forms the same precipitate, which it redissolves. Alkali oarbonates preci- 
pitate CdCOy, white, insoluble in excess of the rengents. Barium carbon- 
ate forms a complete precipitate, in the cold. — Hydrosulphiirio acid and 
sulphides throw down the suIjyJiide, CdS, yellow ; insoluble in cold dilute 
acids, in alkalies, and in alkali sulphides and cyanides, soluble in hot and 
dilute sulphuric acid (compare 375). — Alkali ohromates precipitate yellow 
cadmium chromatey from concentrated solutions only, and soluble on addi* 
tion of water. — Phosphates form a white precipitate, readily soluble in 
acids ; oxalates and oxalic acid, cadmium oxalate, white, difficultly soluble 
in acids. Potassic cyanide precipitates Cd(CN)„ white, soluble in excess 
of the reagent, as K,Cd(CN)^ ; ferrocyanides form a white ; ferricyanides, a 
yellow precipitate — botii soluble in hydrochloric acid, and in ammonium 
hydroxide. 

On charcoal, with sodium carbonate, cadmium is reduced before the 
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blow-pipe to metallic salt, and usually vaporized and reoxidized nearly a8 
fast as reduced, thereby forming a characteristic brown inciiistation (CdO). 
This is volatile by reduction only, being driven with the reducing flame. — 
Cadmium oxide colors the borax bead yellowish while hot, colorless when 
cold ; microcosmic salt, the same. 

875. Cadmium may be separated from copper : (1) By the solubility of 
CaS in KCN, CdS being insoluble in "KOS ; or, better, by treating the blue 
ummuuiacal solution with KCN until the blue color disappears, then H,S 
will precipitate the cadmium as CdS, while the copper remains in solution* 
(2) By reduction of the copper to Cu,Cl, with SnCl, and its precipitation 
with milk of sulphur, removal of excess of tin with TSTELpK and precipita* 
tion of the cadmium with H,S. (3) The solution is acidified with HCl and 
the copper precipitated with hot Na^S.O,, and the cadmium in the filtrate 
is precipitated by (NHJ^S after neutralization with NH^OH. (4) From 
the mixed sulphides, CklS is dissolved by dilute hot H,SO^ (one part H,SO^ 
to five of H,0). 



376. Comparison of Certain Reactions of Bismutli, Copper, and Cad- 
mium. 

Taken in Solutions of their Chlorides, Nitrates, Sulphates, or Acetates. 



EOH or NaOH, in ezceM. 



NH4OH, in «xoeM. 

DUution of saturated solu- 
tions. 

Iodides. 



Snlphidss. 
Iron or Zino. 
Siigtr, KOH and heat. 
E,8nO« + KOH. 



BL 



Bi(OH)t, white. 

Bi(OH)i, white. 
BiOOl, etc., white. 



Partial precip., in 
solutions not 
very strongly 
acid (864). 



tSi, black, insol. 
in cyanide. 



r (spongy iirecip.) 
(378). 

BiO and Bi (black) 
(366). 

BiaOa (black). 



Co. 



Ca(OH),, dark 
blue. 

Blue solution. 



Partial precipitate 
completed by re- 
ducing agents 
(345). 

OnS, black, sol. in 
cyanide (375). 

On (bright coating) 
(351). 

Oua(OH)s (yellow). 



Metallic copper. 



Od. 



Od(OH),, white. 
Colorless solution.. 



No pre. 



OdS, yellow, insol- 
uble in cyanide. 

Od (gray sponge). 



Metallic cadmium. 



377. Eitimation.— (1) It is converted into, and after ignition weighed as, an oxide ; 
(2) converted into, and after drying at 100' C, weighed as OdS j (8) precipitated as 
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•OdOtO* and titrated hj KtBCniO*; (4) precipitoted as OdS and reduced with FetOU, 
and the amount of reduction determined by KtMntOi. 

378. Oxidation. — Metallic cadmium precipitates the free metals from solutions of 
An, Pt, Ag, Hg, Bi, On, Fb, Sa, and Oo ; and is itself reduced by Zn, Mg, and AL 
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379. Specific gravity^ 11.88 (Reich). MelHng point, 896.3^ C. {imST F ) (Persox. 
1849). Valence, a dyad in Pb"0» and in all lead salts ; a tetrad, in PbivOt and in plum- 
bates. 

380. OooQxranoa. — Lead is seldom found in the free state in nature. Its chief 
ore is galena (PbS). In smaller quantities it is found as cerussite, or white lead ore 
<FbOOs) ; as anglesite (Fb804), and in rery many other minerals. 

381. PreparatioB. — Prom galena (1) It is roasted in the air, forming Tariable quan- 
tities of PbS04, FbO, and PbS ; then the air is excluded and the temperature raised. 
and the sulphur of the sulphide reduces both the FbO and the Pb80«, 80t being 
formed : 

Pb80« -f PbS = 8Pb + 2SOt 
8PbO + PbS s 8Pb + SOi 
(2) Similar to the first except that some form of carbon is used to aid in the reduc- 
tion. (3) It is reduced by fusing with metallic iron (PbS 4- F« = Pb + F«B). Fre- 
•quently these methods are combined or varied according to the other ingredients of 
the ore. 

382. FropertiM — A bluish-white, soft metal ; it can be rolled out into sheets, but 
not drawn into wire; nearly inelastic ; is a poor conductor of heat and electricity ; it 
forms alloys with most metals. Solder is lead one part, tin one part; type metal, lead 
two parts, tin and antimony each one part. Shot contains 0.5 per cent, of arsenic. Ijead 
is slowly volatile at a white heat. It tarnishes in the air at ordinary temperatures by 
formation of di plumbic monoxide, PbsO, blackish gray. Pure water, free from air, 
•does not affect lead, free from oxide or hydroxide, in the cold ; but granulated lead 
■slowly decomposes boiling water, with evolution of hydrog^.n, and formation of lead 
hydroxide, Fb(OH)9. In water containing air, the hydroxide and basic carbonate are 
formed. This corrosion and solution are greatly promoted by nitrogenous organic mat- 
ters — ammonium salts, and nitrates and nitrites — and by chlorides ; hindered or pre- 
vented by carbonates, acid carbonates and sulphates. Above tlie melting point, lead 
gradually oxidizes in the air to *' litharge," FbO. 

383. Oxides. — Lead forms four oxides, PbtO, FbO, FbOs, and Pb^O^. Lead suth 
-oxide (FbaO) is little known ; it is the black powder formed when FbO«04 is heated to 
•800'' C, air being excluded. Lead oxide (litharpre, or massicot) is formed by intensely 
igniting in the air Pb, PbaO, PbOa, Fbs04. Fb(OH)„ PbOO., Pb0t04, or Fb(NO«)9. It 
has a yellowish-white color, melts at a red heat, and is volatile at a white heat. 

384. Triplumbic tetrozide (red lead or minium), Fb,04. is formed by heating FbO 
to a dull-red heat with full access of air for several hours. Strong, non-reducing acids, 
:sucb as HMO,, H9SO4, HOlOt, etc., convert it into a lead salt and FbO* (a). But con- 
centrated hot Ht804 converts the whole into Pb804. oxygen being evolved (&). But 
with the dilute acid and reducing agents, such as glycerine, sugar, H«0t04, Hi04H40«i 
Zn, Al, Cd, Mg, As, Pb, etc., it is all reduced to the dyind lead without evolution of oxy- 
gen (c), {d), and (e). Hydracids usually reduce the lead and are themselves oxi- 
dized (/). 



(«) 


Fb,0« 


+ 


(« 


2Pbi04 


+ 


(c) 


Fb,04 


+ 


w 


10Fb«O« 


+ 


(e) 


FbtO* 


+ 


(/) 


Pbt04 


+ 
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2H,804 (dilate) = PbO. + 2Pb804 + 2H,0 
6Ht804 (concentrated and hot) = 6Pb804 + 6HsO + Ot 
H,0.04 + 6HNO1 = 8(Fb(NO.). + 4H,0 + 200, 
Aa4 + 80H,8O4 = 80PbSO4 + 4H|As04 + 24H,0 
Zn + 4Bk804 = SFb804 •»- ZnS04 + 4HsO 

8H01 = SPbOls + Ola + 4HiO 

The valence of Pbi04 is best explained by the theory that it is a union of the dyad 
and tetrad (Pb" and Pbiv), Pb,04 = 2Pb"0 + PbxvQ,). 

386. Ziead dioxide or peroxide (PbOi), is formed (1) by fusion of PbO with KOlOs 
or KNOs ; (2) by fusing Pbs04 with KOH ; (8) by treating any compound of PV' with 
CI, Br, K«Fea(ON)i3, KaMnsOs, or HaOa in presence of KOH; (4) by treating Pba04 
with non-reducing acids. 

Pb,04 + 4HNOa = PbOa + 2Pb(NO.), + 2B.O 
Ignition forms first Pba04 and above a red heat FbO, oxygen being given o£f. It dis- 
solves in acids on same conditions as Pbt04 (see 384). Very strong solution of potassium 
hydroxide, in large excess, dissolves it, with formation of " potassium plumbate," 
XaPbOa. Lead dioxide is a powerful oxidizing agent, one of the strongest known. Di- 
gested with ammonium hydroxide, it forms lead nitrate and water. Triturated with 
one-sixth of sulphur, or tartaric acid, or sugar, it takes fire ; with phosphorus, it deton- 
ates. 

386. SolnUlitieii. — Dilute nitric acid is the proper salifying soWent for metallic 
lead, forming plumbic nitrate with evolution of nitric oxide. Concentrated nitric acid 
acts more slowly. Lead does not dissolve in dilute sulphuric acid, cold or hot, or in con- 
centrated sulphuric or hydrochloric acid, in the cold ; but hot sulphuric acid, containing 
less than twenty-five per cent, water, forms lead sulphate, sparingly soluble in the con- 
centrated acid ; and hot concentrated hydrochloric acid forms, with evolution of hydro- 
gen, and dissolves, a limited proportion of lead chloride. Dilute hydrochloric aoid forms 
chloride, but dissolves little of it. 

The oxide, and hydroxide (formed in water, 882), are soluble in 7,0Q0 to 10,000 parts 
of water, to which they give the alkaline reaction. The sulphide, carbonate, phosphate, 
chromate, sulphite, borate, cyanide, ferrocyanide, and tannate are insoluble in water. 
The sulphate and oxalate are very slightly soluble in water ; the chloride, iodide, bro- 
mide, and ferricyauide are sparingly soluble in hot water, still more sparingly soluble in 
cold water. The sulphate and chloride are less soluble in dilute sulphuric and hydro- 
chloric acids than in pure water, but much more soluble in the same acids concentrated 
than in water. Nitric acid increases the solubility of the sulphate and chloride in water, 
more and more, as the nitric acid is stronger—the salts separating again on diluting the 
nitric acid solution. The sulphate and chloride are insoluble in alcohol. The iodide is 
moderately soluble in solutions of alkaline iodides, insoluble in alcohol, decomposed by 
ether. The basic acetates are permanently soluble (if carbonic acid is strictly excluded). 
The basic nitrates are but slightly soluble in water, and are precipitated on adding solu- 
tions of potassium nitrate to solution of basic lead acetate. 

In aiud3rila, the solubility of the chloride, sparing as it is, enables lead to be sepa- 
rated from the other first-group metals. As a final precipitate, in both first and second 
gronps, the sulphate is most used. The sulphide precipitate exceeds other tests in 
delicacy, 

887. Fixed aXkalies precipitate^ from solntions of lead salts, lead hy- 
droxides, Fb(OH)„ white, soluble in excess of the reagents, by combination, 
as potassium or sodium plumbite, K,FbO, (distinction from silver, mercury, 
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bismuth, copper, cadmium). All the precipitates of lead hereafter givec^ 
except the sulphide and ferricyanide, are soluble in strong solutions of the 
fixed alkali hydroxides. 

The alkaline solution of lead is precipitated by alkaline solutions of 
chromic, stannic, stannous, antimonious, and ursenious oxides. 

Ammonium hydroxide precipitates white basic salts, insoluble in ex- 
cess (distinction from silver, copper, cadmium) : with the chloride, the 
precipitate is Pb.OCl, ; with the nitrate, Pb.O.OHNO,. With the acetate, 
in solutions of ordinary strength, excess of ammonium hydroxide (free from 
carbonate) gives no precipitate, soluble tribasic acetate being formed. 

Soluble carbonates precipitate lead basic carbonate^ white, the carbon- 
ate and hydroxide combined in proportions varied by conditions. With 
excess of the reagent, in concentrated solution, the precipitate consists 
chiefly of Pb,(OH),(00,),. Barium carbonate on boiling precipitates lead 
salts completely. Free carbonic anhydride precipitates the biisic acetate. 

888. HydrosxQphuric aoid and the siQphides precipitate — from neu- 
tral, acid, or alkaline solutions — lead sulphide, PbS, brownish-black, insoU 
uble in highly dilute acids, in alkalies, or alkali sulphides. Freshly pre- 
cipitated CdS, MnS, FeS, CoS, and NiS, give the same precipitate. H,S 
changes all freshly precipitated lead salts to PbS. Moderately dilute (15 to 
25 per cent.) nitric acid dissolves lead sulphide, with separation of sulphur 
(equation n) ; concentrated nitric acid changes it mostly to the (insoluble) 
lead sulphate (equation b) — in both cases with evolution of nitric oxide. 
The oxidation of the sulphur always occurs in the action of nitric acid on 
sulphides, in degree proportioned to the strength of acid, temperature, and 
duration of contact : 

a. 6Pb8 + 16BNO« s 6Pb(N0t)« -)- 88, + 4NO + 8H,0 
h. 8PbS + 8BNO. = 8FbSO« + 8NO + 4H,0 

In solutions too strongly acidulated, especially with hydrochloric acid, 
the formation of brick-red basic sulphides, as Pb,S01„ interferes with per- 
fect precipitation ; in solutions excessiyely dilute, only a brown coloration 
occurs without precipitation. Lead is revealed in solutions in 100,000 
parts of water, by this test. 

889. Sulphuric acid and sulphates precipitate, from neutral or acid 
solutions, lead sulphate, PbSO^, white, not chemically changed or perma- 
nently dissolved by acids, except hjdrosulphuric acid, yet slightly soluble in 
strong acids, as more particularly stated in 386. Soluble in boiling am- 
monium acetate, and in the fixed alkalies. For solution by transposition 
into soluble salts, see 396. Soluble in warm sodium thiosulphate solution, 
at temperatures not above 68° C. (154° F.) ; (in hot solution, decomposed, 
PbS being one of the products formed, insoluble in thiosulphate) ; dis- 
tinction and separation from barium sulphate, which does not dissolve in 
thiosulphates. 
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This test is from five to ten times less delicate than that with hydrosuU 
phnric acid ; bnt lead is quantitatively separated as a sulphate, by precipi- 
tating with sulphuric acid in presence of alcohol, and washing with alco- 
hoi. If the FbSO^ is heated with E,CrO^, transposition takes place, and 
the yellow PbCrO^ is formed (393). The yellow precipitate is soluble in 
fixed alkali hydroxides, then reproduced by acetic acid. Also, excess of po- 
tassium iodide transposes lead sulphate, the yellow product (392) being a 
distinction of lead from barium. 

890. Hydrochlorio acid and soluble ohlorides precipitate, from solu* 
tions not too dilute, lead chloride^ PbCl,, white. This reaction constitutes 
lead a member of the FIRST Q-BOUF — as it also is of the second. The 
solubility of the precipitate is such (386) that the filtrate obtained in the 
cold gives marked reactions with hydrosulphuric acid, sulphuric acid, chro- 
mates, etc.; and that it can be quite accurately separated from silver chlor- 
ide and mercurous chloride by much hot water. Also, small proportions of 
lead escape detection in the first group, while its removal is necessarily ac- 
complished in the second group. 

891. Soluble BromideB precipitate lead bromide, PbBr,, white, soluble 
in water to about the same extent as the chloride ; in concentrated solu- 
tions, the precipitate dissolves in excess of the potassium bromide, as 
(KBr),PbBr,, which is decomposed and precipitated by dilution with water. 
Also soluble in hot solutions of ammonium chloride and nitrate. 

892. Soluble Iodides precipitate lead iodidCy Fbl,, bright yellow and 
crystalline, soluble in about 1,900 parts of cold or 200 of hot water ; soluble 
in hot moderately concentrated nitric acid, and in solutions of fixed alkalies 
not in cold hydrochloric acid ; soluble in excess of the alkali iodides, by 
formation of double iodides — with deficient excess of potassium iodide, 
forming EIFbl, ; with superabundance of the same reagent, forming 
(EI)^FbI„ these double iodides requiring free alkali iodide to hold them in 
solution, and being partly decomposed by undue addition of water, with 
reprecipitation of the lead iodide. Lead iodide is not precipitated in pros- 
ence of sodium citrate ; alkaline acetates also hold it in solution to some 
extent, so that it is less perfectly precipitated from acetate than from 
nitrate of lead. 

893. Soluble Chromates — ^both K,CrO^ and K,Cr,0, — precipitate lead 
chromate, PbCrO^, yellow, soluble in fixed alkali hydrates (distinction from 
bismuth), insoluble in chromic acid (distinction from barium), slightly 
soluble in acetic acid, decomposed by hydrochloric acid and by ammonium 
hydrate. 

394. I>isodiiim hydrogen phosphate precipitates trimetallic lead phosphatey Fbs- 
(P04)s, white, insoluble in dilute acetic acid (compare 216), soluble in nitric acid and 
fixed alkalies: 

8Fb(NO,), + 8Na,HP04 = Pb,(PO«), + 6MaNO. + H,P04 

And H.PO« + Na,HP04 = 2NaH,P04 
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Therefore, if there is excess of phosphate, the full reaction will be; 

8Fb(NO.)« + 4Na«BP04 = Fb,(PO«)t + ONOfOi + 2NaH,PO« 

Alkali ozalatM precipitate Uad oxalate^ Pl>OiO«, white, insoluble in acetic acid, solu- 
ble in potassium and sodium hjdroxide solutions, and in nitric acid. 

Alkali snlphitaa— as NaiSOi— precipitate Uad nUphiie, Pb80«, white, leas soluble in 
water than the sulphate, slightly soluble in sulphurous acid, decomposed by sulphuric, 
nitric, and hydrochloric acids. 

396. Soluble oyanidea— as XON— precipitate lead cyanide, Pb(ON)s« white, soluble 
in a very large excess of the reagent, reprecipitated on boiling. — Fenoc ya nidei— as 
K4Fe(ON)fl— precipitate ferrocyanide, PbsFe(ON)f, insoluble iu dilute acids. — Feni- 
oyanides form, in concentrated solutions, a dark brown precipitate, slightly soluble in 
water. — SnlphooyaiiAtes fonn, in concentrated solutions, a yellow crystalline precipitate 
of Uqd aulphfjeyaaate, Fb(ON8)s, soluble in water, decomposed on boiling, with precipi- 
tation of basic sulphocyanate, PbOH(ON8), white. 

396. Tannic acid precipitates solutions of lead acetate, and partly the nitrate, as yel- 
low-gray tannate of lead, soluble in acids. Solution of lead acetate precipitates a large 
number — ^and solution of Ucid subcicetate a still larger number— of organlo addii color 
substances, resius, gums, and neutral principles. Indeed, it is a rule, with few excep- 
tions, that lead subacetate remoyes all organic acids (not acetic, formic, butyric, valeric, 
or lactic). Ammoniacal solution of lead acetate is used as a reagent, as a form of basic 
aceUte (387). 

397. Lead salts when fused on porcelain with NaiOOa are converted into FbO (a). 
I f charcoal is added metallic lead is formed (b). Long continued fusion on charcoal may 
change the acid radical also (c). 

(a) PbCn, + Na,00, = 2Na01 + PbO + OO. 

(b) 2Fb80« + 2Na,OOi + O = 2Fb + 2Na,804 + SCO, 

(c) 2Pb80« + 2Na,OOi + 50 = 2Fb + 2Na,8 + TOO, 

After fusion the aqueous solution is tested for acids and the residue for bases after dis- 
solving in HNOs or HO,H|0,. 

398. With borax and microcosmic salt, strictly in the outer flames lead oxide and oxi- 
dized compounds give a bead yellow when hot, becoming colorless when cold ; due to 
formation of lead borate or phosphate, fused in the glass. If the least reducing action is 
allowed to bear on the bead, the test is spoiled, and the platinum wire is spoiled likewise. 
(See under Platinum.) 

399. Bstimation. — (1) As an oxide into which it is converted by ignition (if a carbon- 
ate or nitrate), or by precipitation and subsequent ignition. (2) As a sulphate. Add to 
the solution twice its volume of alcohol, precipitate with H«804, and after washing with 
alcohol ignite and weigh. (8) It is converted into an acetate, or sodium acetate is added 
to the solution, then precipitated with KsOtiOt, and after drying at 100** G. weighed as 
PbOrOf. (4) It is converted into Fb8, free sulphur added, and after ignition in hydro- 
gen gas weighed as Pb8. 

400. Oxidation.— Pb" is oxidized to Pbiv, as stated in (385). Pbiv is reduced to 
Pb" in presence of dilute H«804 by nascent hydrogen, and by all metals capable of pro- 
ducing nascent hydrogen (such as Al, Zn, 8i&, Mg, Fe), and by soluble compounds of 
(Hga)", 8n", 8b'", Aa'", (AaH, gas). Bi", (Ou,)", Fe", (Or,)^', Bfn", Bfn"', Mnrr, 
Mnvi. Also by Hs0,04, HNO„ HsPO., HsPOi, P, 80s, H,8| HOI, HBr, HI, HOy, 
HON8, H«Fe(ON)o, glycerine, tartaric acid, sugar, urea, and very many organic com- 
pounds. In many cases the same reduction takes place in presence of XOH. 

Prom lead solutions Zn, BCg, AI, Oo, and Od precipitate metallic lead. And metallic 
lend precipitates the free metals from solutions of An, Pt, Ag, Hg, Bi, and On. 
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SILVEB. Ag = 107.675. 

401. Specific gravity, precipitated, 10.5532 (G. Rose, 1848). Melting paint, 954' C. 
(1749* F.) (VioLLB, 1377). Vaporizes at 1570° C. (V. and C. Meykr, 1879). Valence, a 
monad in Ag'sO and in silver salts. 

402. Oocuxrence. — Found in a free state ; oftener in combination ; its most impor- 
tant ores are argeniite, or silver glance (AgaS), pyrargyrite (AgaSbSs), and horn silver 
(AgOl), and it is frequently found in pajing quantities in galena (PbS), and copper py- 
rites» and in many other ores. 

403. Preparation. — The limits of this work do not permit a description of the metal« 
lurgy of silver. Chiefly three methods are employed: (1) It is alloyed with lead by fusion 
and the lead separated by oxidation. (2) It is amalgamale«l with mercury and then the 
mercury separated by distillation. (3) It is brought into solution and the metal precipi- 
tated by copper. Silver is very easily reduced from its oxide by heat alone, and from aU 
its comp«mnds by ignition with H, O, OO, and by the organic carbon compound in which 
the carbon has less than four bouds. It is also reduced without the aid of heat by cer- 
tain metals, etc. (343). 

404. Properties. — Silver is the whitest of metals, harder than gold and softer than 
copper; silver is hai-dened by copper. United States silver coin contains 90 per cent, 
silver and 10 per cent, copper. In malleability and ductility it is inferior only to gold ; 
and as a conductor of heat and electricity it exceeds all other metals. 

406. Oxides. — Silver forms three oxides — AgiO, AgiO, Ag|0«. Silver oxide, ar- 
gentic oxide (AgaO) is formed by the action of KOH or NaOH on silver salts or by heat- 
ing the carbonate to 200*" C. It is a brown powder, a strong oxidizing agent, partially 
decomposed by light, completely decomposed by heat at 300** C. into metallic silver and 
oxygen. Argentoue oxide (called also suboxide, quadrantoxide, and tetrantoxide), Ag40, 
is formed by heating silver citrate to 100° G. in hydrogen gas, dissolving in water and 
precipitating with KOH. It is a black powder, easily decomposed by heat, soluble in 
NH4OH; decomposed by oxyacids forming metallic silver and a silver salt; with HOI 
forming argentous chloride (AgsOl). Silver peroxide (AggOa) is a black powder formed 
by treating metallic silver or silver oxide with ozone or j>eroxide of hydrogen. Oxyacids 
reduce it, forming a silver salt and evolving oxygen. HOI reduces it to AgOl, evolving 
free Ol. Stiver forms no definite hydroxides. 

406. Solubilities. — Silver is not oxidized by water or air at any temperature, but is 
oxidized by ozone, is readily attacked by chlorine, bromine, or iodine, and is soon tar- 
nished in air containing hydrosulphuric acid, or in contact with sulphides or certain or- 
ganic substances containing sulphur, by formation of silver sulphide; also, by substances 
easily liberating phosphorus, as silver phosphide. As silver is easily reduced from its 
salts, these act as oxidizing agents of considerable force. 

407. The proper solvent of silver is nitric acid, most efficient when about fifty per 
cent., but active whether concentrated or dilute — with production of nitric oxide as the 
chief residual product. Hot concentrated sulphuric acid forms sulphate, which is spar- 
ingly soluble ; and hot concentrated hydrochloric acid forms silver chloride, slightly 
soluble in the concentrated reagent, but precipitated on dilution. The fixed alkalies do 
not act upon silver in the wet or dry way ; hence, silver crucibles are used instead of 
platinum for fusion with caustic alkali. Silver, in the form of a precipitate, is very 
slowly acted upon by strong aqueous ammonia, dissolving as a nitride. — There is but a 
single series of salts of silver — those represented by Ag', and sometimes designated 
argentic salts. 

408. The nitrate, acetate, and sulphate form permanent anhydrous crystals. The 
8n1t<< of silver are chiefly colorless, except the ortho-phosphate and arsenite, yellow; the 
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arseuiate, reddish-brown; the iodide, yellow; the bromide, yellow-white; the sulphide, 
black. Normal silver salU do not redden litmus. 

409. Silver forms a greater number of insoluble salts than any other metal; though, 
in this respect, there is but little difference between the first-group bases. The oxide, 
sulphide, chloride, bromide, bromate, iodide, iodate, cyanide, ferrocyanide, ferncyanide, 
carbonate, oxalate, phosphate, arsenite, arseniate, sulphite, and tartrate are inaoluUe 
in water; the sulphate is soluble in 200 parts of cold, and less than 100 parts of boiling 
water. The acetate is soluble in 100 parts of water. The borate, thiosulphate, and 
citrate are very sparingly soluble in water. The ammonium silver oxide and the nume- 
rous ammonium silver salts, the double cyanides, iodides, and thiosulphates of silver and 
alkaline metals, are soluble in water. The chloride is sparingly soluble in strong hydro- 
chloric, nearly insoluble in nitric and dilute sulphuric acids ; soluble, to some slight 
extent, in solutions of all soluble metallic chlorides (except calcium and zino chlorides), 
especially soluble with sodium chloride (double chloride being formed); also soluble with 
certain other alkali salts, and in concentrated solution of mercuric nitrate. The nitraU 
is sparingly soluble in alcohol and in ether, and soluble in glycerine. 

410. Both the oxy-salts and haloid salts of silver, which are insoluble in water, are 
dissolved by ammonium hydroxide, except the sulphide and. iodide; by cold dilute nitric 
acid, except the chloride, bromide, iodide, bromate, iodate, and the haloids of cyanogen 
and its compounds ; by solution of potassium cyanide, except the sulphide ; and by al- 
kali thiosulphates, almost without exception. 

In analjTiis, silver is completely precipitated as a chloride, in the first group (413), 
and the solubility of this precipitate in ammonium hydroxide separates it from the other 
first-group bases. Reduction to metallic silver is sometimes employed in analysis (448). 

411. The fixed alkali hydroxides precipitate^ from solations of silver 
salts (in absence of citrates), silver oxide, Ag,Oy grayish-brown (329), insol- 
uble in excess of the reagents ; easily soluble in nitric, acetic, and sul- 
phuric acids; and in ammonium hydroxide ; somewhat soluble in ammoni- 
um salts ; soluble in alkali cyanides and thiosulphates ; also^ soluble in 
about 3,000 parts of water. 

Ammonium hydroxide, in neutral solutions of silver nitrate, forms the 
same precipitate, silver oxide, very easily dissolving in excess, by formation 
of ammonium silver oxide, NH^AgO.* In solutions containing much free 
acid, all precipitation is prevented by the ammonium salt formed. 

The ammoniacal solution of silver is not immediately precipitated by 
addition of excess of fixed alkalies in the cold, but on boiling a black precipi- 
tate is formed. From the cold ammoniacal solution containing fixed alka- 
lies a precipitate gradually forms. This precipitate contains fulminating 
silver — a black powder, which explodes with dangerous violence by friction 
or by drying above ordinary temperatures. Fulminating silver may also be 
deposited from ammoniacal solutions of silver, on standing, and by digest- 

^ This formnia accords with the resalta of a series of volametric determinations made by Mr. D. E. Os- 
borne and the author {Jour. Am. Chem. Soe.^ 1880). If silver replaces hydrogen of ammoninm. the fonnula 
would be (KHsAff>sO— the molecule of which, with a molecule of water,, would make two molecules 
formed as given in the text. For the latter, we have : 

AffNO, + 8NH40H = VB^A^ + NH4NO, + H,0 
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ing oxide of silver with strong ammouium hydroxide. Its production, in 
the way first mentioned^ is most favored by a slight excess of the fixed 
alkali.* 

412. HydrosiilphiLrio aoid and alkali sulphides precipitate from neu- 
tral^ aoid^ or alkaline solutions, silver sulphide^ ^^fi* black, soluble in 
moderately concentrated nitric acid (distinction from mercury), not in so- 
lution of potassium cyanide (distinction from copper) ; insoluble in alkali 
sulphides (distinction from tin, etc.) 

418. Hydroohlorio acid and the soluble chlorides precipitate silver 
chloride^ AgCl, white, curdy, separating on shaking the solution ; turning 
Tiolet to brown in the light (from formation of argentdus chloride, Ag,Cl), 
yery easily soluble in ammonium hydroxide^ as ammonio silver chloride, 
{NH,),(AgGl),. The precipitate, also, is slowly soluble in concentrated 
solution of ammonium carbonate ; and is fusible without decomposition. 
For solubilities of the precipitate— indicating the conditions of delicacy in 
the test — see 409 and 410. This precipitation is the most delicate of the 
ordinary tests for silver ; being recognized in solution in 250,000 parts of 
water, and enables us wholly to remove this metal IN THE FIEST 
OBOUP of bases. 

414. Soluble bromides precipitate silver bromide, AgBr, white, with a 
slight yellowish tint, but slightly soluble in excess of potassium bromide, 
and much less easily soluble in ammonium hydroxide than silver chloride. 
Soluble iodides precipitate silver iodide, Agl, pale yellow, easily soluble in 
excess of the reagents by formation of double iodides, as KTAgl. The 
double iodide is decomposed by dilution with muoh water, and all the silver 
reprecipitated as iodide. The precipitate is scarcely at all soluble in am- 
mionium hydroxide (one part dissolying in 2,600 parts of ten per cent, solu- 
tion of ammonia). Concentrated nitric acid slowly dissolves it. Regard- 
ing other solubilities of argentic bromide and iodide, see 409 and 410. 

415. Fotassitun cyanide, or hydrocyanic acid, precipitates, from neu- 
tral or slightly acid solutions, silver cyanide, AgCN, white, quickly soluble 
in excess of the reagent, as potassium silver cyanide, KAg(CN),. By for- 
mation of these double cyanides, the various compounds of silver are ren- 
dered soluble through treatment with alkali cyanides; also, a soluble iodo- 
cyanide is formed. Silyer cyanide is readily soluble in ammonium hydrox- 
ide, and promptly decomposed by hydrochloric acid. 

416. Potassium ferrocyanide precipitates silver ferrocyanide, Ag^Fe- 
{CIT),, yellowish-white, difficultly soluble in ammonium hydroxide; on boil- 
ing metallic silver separates and a feiTicyanide is formed, not decomposed 
by hydrochloric acid, changed by nitric acid to the ferricyanide. Exposure 

* The eoznpoeitlon of this sabstanee, known as Berthollet^s Fnlminstins^ Silrer, has not been determined, 
bat it contains nitrogen. It is distinct from the silver f nlminate, A^, < CH) sO^ reprsMnted bj fn lmtnlrnHd , 
and isomeric with cyanatea^ 
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to the air giyes it a blae tinge. — PotatMinin ferrioyanide precipitates siher 
ferricyanidei reddish-yellow^ soluble in ammoniam hydroxide. 

417. Alludi oarbonatoi precipitate sUver earbonaUf AgsOOi, white or yellowish- 
white, slightly soluble in water, somewhat soluble in excess of fixed alkali carbonates, 
quite soluble in ammonium carbonate; soluble in nitric acid and in ammonium hydrox- 
ide; changed by boiling to silver oxide. Barium carbonate does not affect solution of 
silver nitrate. 

418. Ozalio add, and oxalates, precipitate aUver oxalate, AgtOtO*, wliite, slightly 
soluble in water, sparingly soluble by dilute nitric acid, readily soluble in solution ot 
ammonium hydrate. It detonates when heated. 

419. Dlsodium hydrogmi phosphate precipitates trimetallic niter oriho-phottpkaU, 
AgaPOt, yellow, soluble in dilute nitric acid, in phosphoric acid, and in ammonium 
hydrate; but little soluble in dilute acetic acid. — Pyrophosphates — as Na«Pt07 — precipi- 
tate silver pyrophosphate, AgiPiO?, white, insoluble in acetic acid, soluble in dilute 
nitric and phosphoric acids, and in ammonium hydroxide. 

420. ArseniatM—as NaiAjK>4— precipitate red-brown silv&r armniaU, AgtAsO*, 
having the same solubilities as the ortho-phosphate-^AnaBitaa-^asNatAsOa— precipi- 
tate silver arsenite, AgsAiOs, yellow, quickly soluble in dilute acids and in ammonium 
hydroxide. 

Ohromatas— as SsOxOi— precipitate silver chromate, AgiOr04, dull-red, sparingly 
soluble in water, not much more soluble in dilute nitric acid. 

Thiosulphates— as Nat8«0«— precipitate silver thiosulphate, AgsSaO*, white, very 
instable, and readily soluble in excess of the precipitants, by formation of double thiosul- 
phates. That formed by sodium thiosulphate if first NaAgStOt, with excess of the thio- 
sulphate, Na4 Agi(8iOs)s ; and corresponding thiosulphates of silver and potassium ar& 
formed. By standing or heating, the precipitate turns black, as AgiS. 

AgaStOs + B,0 = Ag.8 + H,80« 
Thiocyanates give AgONS, insoluble in dilute HNOa. 

421. By a gradtud reduction of the silver with certain reagents, it is obtained as a 
bright silver coating upon the inner surface of the test-tube, or other glass vessel. A 
somewhat dilute solution of ammonio nitrate of silver, treated with a dilute alcoholic so- 
lution of oils of cloves and cassia— the latter solution not in excess — ogives this result. 
The coating is also obtained by adding to solution of silver nitrate a very little aqueous 
solution of chloral hydrate, and then a slight excess of ammonia; the ammonium formi- 
ate, gradually produced by decomposition of the chloral with alkali, deoxidizes the am- 
monio silver nitrate. A silver deposit on glass may sometimes be made to assume the 
form of a compact and lustrous coating, by rubbing with a glass rod. In these deoxida- 
tions, generally, the nitric acid radical of silver nitrate is not decomposed, but nitric acid 
is left. 

4AgNO, -f 2BaO = 4Ag + 4HNO, + O, 

See, as an example, the statement of the reaction between arsenious hydride and Sil- 
ver nitrate, under Arsenious Acid. 

Iiight decomposes most compounds of silver, with blackening from formation of 
metallic silver or of argentous oxide. AgiO, or of both. The nitrate in crystal or pur& 
water solution, fhe phosphate, iodide, and cyanide, are not decomposed by light alone ; 
but light greatly hastens their decomposition by organic substances, or other reducini: 
agents — as of solution of silver nitrate in rain-water, or written as an ink upon organic 
fabrics. The base of most indelible inks is silver. 

422. Silver nitrate and chloride fuse undecomposed, but decompose at a higher heat . 
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Most silver compounds, heated in the glaMktube, leave a metallic residue. On Charcoal^ 
with sodium carbonate, silver is reduced from all its compounds in the blow-pipe flame, 
attested by a bright malleable globule. Lead and zinc, and elements more volatile, may 
be separated from silver by their gradual vaporization under the blow.pipe. Copper and 
iron are removed along with larger quantities of lead, previously added for this purpose, 
either as metallic lead or by reduction from litharge. (See descriptions of Cupellatian, 
in works on general chemistry, and more fully in works on assaying of precious metals). 

423. To identify the acid of silver salts which are insoluble in HNOs (AgOl, AgBr, 
Agl), (1) Add metallic zinc and a drop of HaSOi; when the silver is all reduced test for 
the acid in the filtrate. (2) Fuse with MaiOOs, add water, and test the filtrate for acids. 
(S) Add HsS, and proceed in the same manner. (4) Boil with KOH or NaOH (free from 
HOI), and test the filtrate in the same manner. It must not be overlooked that by the 
first three methods, and not by the last, bromates and iodates are reduced to bromides 
and iodides. 

424. Sstimation.— (1) As metallic silver, into which it is converted by direct ignition- 
if it is the oxide or carbonate, or by ignition in hydrogen if the chloride, bromide, iodide, 
or sulphide. (2) It is precipitated as AgOl, and after igniting to incipient fusion (260^ 
C.) weighed. (8) It is converted into AgiS by HsS, and weighed after drying at 100° C. 
Inadmissible in case of an acid that might liberate free sulphur. (4) Add EON until a 
solution of KAg(ON)« is formed, precipitate with HNOs, and after drying at lOO"* C. 
weigh as AgON. (5) Volumetrically, by adding a graduated solution of NaOl until a 
precipitat'C is no longer formed. This may be varied by adding the measured silver solu- 
tion to the graduated NaOl solution, containing a few drops of K«0r04, until the red 
precipitate begins to form. (6) Volumetrically, add a graduated solution of ammonium 
thiocyanate, containing ferric sulphate, until the red color ceases to di&iappear. 

425. Oxidation. — Metallic silver precipitates gold and platinum from their solu- 
tions, and is precipitated as metallic silver from its solutions by Zn, Mg, Al, Od, Pb, Ou, 
(On,)", 8n, 8n", Hg, Bft, Te, 8b, BbHt, Aa, AsHa, P, HiPOt, H,80t, and is reduced in 
presence of KOH by (Hg,)", 8ii", Ai'", 8b'", Bl", Mn", and (Ou,) ". Also by Pe804 
when cold (incompletely), and redissolved on boiling, the ferric sulphate first formed 
being again reduced to Fe804. 

MEBCUBY. Hg = 199.712. 

426. Specific gravity, liquid, 13.696 (Volkmann, 1881); solid, 14.19^ 
(Mallet, 1877). Melting (freezing) point, -38.8° C. (-38° P.) Stewabt. 
Boiling point, 357.25° C. (675° F.) (Regnault, 1860). Vapor densitg 
(H = 1), 200.93 (V. Meyer, 1880). Valence, a dyad in Hg"0 and in mer- 
curic salts ; a pseudo-monad in (Hg,)"0, and in mercurous salts. 

427. Ooourrence. — Found native, but its chief ore is cinnabar (HgS). 
It is also found as Hg,Cl, and as an amalgam with gold and silver. 

Preparation.— From HgS. (1) It is roasted in the air ; HgS + O, = 
Hg + SO^ (2) Lime is added and the mercury distilled ; 4HgS + 4CaO = 
30aS + Case, + 4Hg. 

428. Properties. — It is the only metal which is a liquid at ordinary 
temperatures ; white when pure, and having a brilliant silvery lustre. It is 
slightly volatile at ordinary temperatures. Divided in globules invisible to 
the unaided eye, and separated by minute films of liquid or solid foreign 
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matter, mercury appears as a dark gray powder. It is not oxidised by 
agitation with air or oxygen — the tarnish acquired on the surface of com- 
mercial mercury, by exposure to the atmosphere, being due to intermixture 
of foreign metals ; but by agitation with water, or witii various substances, 
the metal is '* extinguished," or divided to the gray pulverulent form, which 
contains some mercurous oxide when so prepared. Also, the gray pulver- 
ulent mercury is precipitated by reduction from salts in solution. Aqueous 
solutions of alkali chlorides, with access of the air, gradually act \x\m\\ 
mercury by formation of mercuric chloride. Solution of potassium per- 
manganate oxidizes mercury — forming mercurous oxide, manganic hydrox- 
ide and potassium hydroxide. 

429. Solubilities. — The most effective solvent of mercury is nitric 
add. It dissolves readily in the dilute acid hot or cold ; with the strong 
acid, heat is soon generated ; and with considerable quantities of material, 
the action acquires an explosive violence. At ordinary tem])erature8, nitric 
iicid, when applied in excess, produces normal mercuric nitrate, bat when 
the mercury is in excess, mercurous nitrate is formed ; in all cases, chiefly 
nitric oxide gas is generated. Both mercurous and mercuric nitrates re- 
quire a little free nitric acid to hold them in solution. This free nitric acid 
gradually oxidizes mercurosum to mercuricum, making a clear solution of 
Hg(NOJ„ if there is sufficient HNO, present, otherwise a basic mercuric 
nitrate may precipitate. A solution of mercurous nitrate may be kept 
free from mercuric nitrate by placing some metallic mercury in the bottle 
containing it ; still after standing some weeks a basic mercurous nitrate 
crystallizes out, which a fresh supply of nitric acid will dissolve. Chlorine— 
in aqueous solution, or formed in nitro-hydrochloric acid — dissolves mercury 
slowly, to mercuric chloride. Hydrochlorio aoid does not dissolve mercury. 
Bromine and iodine promptly unite with mercury. Dilute sulphurio add 
does not act upon mercury ; but the concentrated acid, when heated, dis- 
solves it with moderate rapidity, evolving sulphurous anhydride. 

430. Oxides. — Mercurous oxide (Hg,0) is formed by treating mercur- 
ous oxy-salts or Hg.Cl, with EOH or KaOH. It is a black powder which a 
gentle heat changes to HgO and Hg, and a higher heat into Hg and O. 
Mercuric oxide, HgO, is made (1) by keeping Hg"" at its boiling point for 
a month or longer in a flask filled with air ; (2) by heating Hg,(NO,), or 
Hg(NO,), with about an equal weight of metallic mercury, 

Hg(NOi). + 3Hg = 4HgO + 2NO; 

{3) by precipitating mercuric salts with KOH or NaOH. Made by (1) and 
(2) it is red, by (3) yellow. On heating it changes to vermilion red, then 
black, and on cooling regains its original color. A red heat decomposes it 
completely into Hg'* and 0°. Mercury forms no hydroxides. 

431. Mercury forms two well-marked dasses of salts — mercurous and 
nercuric ; — mercurous compounds being permanent in the air, but changed 
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by powei'ful oxidizing agents to mercuric compounds. The latter are some- 
TFhat more stable^ but act as oxidizing agents in many relations. Mercury 
as a noble metal is not strongly electro-positive ; and many reducing agents 
change mercuric compounds^ first to mercurous combinations^ and then to 
metsillic mercury. 

Solutions of mercurous and mercuric salts redden litmus. Mercuric 
chloride is permanent; nitrate^ deliquescent. 

432. MEBCUBOHS compounds^ of ordinary occurrence, are insoluble 
in water, except the normal nitrate ; the sulphate and the acetate are spar- 
ingly soluble (that is, in 300 to 600 parts of water). And these require 
acidulated water for their full solution ; becoming decomposed by water, at 
a certain degree of dilution, with precipitation of basic salts (3^6). 

Mercurous chloride is very slowly soluble by cold concentrated solutions 
of alkali chlorides, somewhat more rapidly when heated, the solution being 
due to formation of mercuric chloride and mercury. Dilute hydrochloric 
acid, at ordinary temperatures, fails to dissolve mercurous chloride ; but 
when heated it gradually causes the formation of mercuric chloride and 
mercury, the action being very slow with dilute acid, tolerably rapid with 
concentrated acid. In presence of certain organic substances, the resolu- 
tion into mercuric chloride and mercury takes place at 38"^ to 40® 0. (100° 
F.) Free ohlorine, and nitric aoid, quickly dissolve mercurous chloride, 
as mercuric salt. 

In analysis, mercurous compounds are precipitated, from solution, as 
chloride, in the first group, and this precipitate is distinguished from 
others in the group, by blackening with ammonium hydroxide. The iden- 
tification of mercury, by reduction to metallic state, is the same as with 
mercuric compounds. 

433. Beaotions of merooroua salts. — ^Fized alkali hydrozideB pre- 
cipitate from solutions of mercurous salts, mercurous ozide^ Hg.O, black, 
insoluble in alkalies. 

Solution of ammonium hydroxide produces black precipitates ; that 
from solution of mercurous nitrate being (NH,HgjNO„ nitrogen dihydro- 
gen dimercurous nitrate,* black, insoluble in alkalies, soluble in acids : 

Qg,(NOi)a -H 2NH4HO = NH,Hfir,NO. -f- ifH«NO. + 2H,0 

Mercurous chloride, white, is changed by ammonium hydroxide to 
(NH,Hg,)Cl, nitrogen dihydrogen dimercurous chloride, or dimercurous 

* The compoands prodaced by action of ammoniam hydroxide on mercury eompoands are considered 
ai rabatitutiont of Hgr for a certain number of atoms of H in NH4 (ammoniam). The substitutions formed 
f nm miratrous compounds contain (200 parts by weight or) one atom of Hff (acting as a monad) for each 
atom (1 part) of H displaced ; they are termed mercuroas-ammoniume : mercurosammonlnm being 
RHiHff ; di-mercurosammoniam, NHsHs's ; tri-mercaroeammonium, NHHffs,etc. The sabstitntion^ 
formed in ammonium by mercury from mercuric compounds contain one atom of Hff (acting as a dyad) for 
two a toms of H displaced ; they are designated as mercurammoninms ; mcrcnrammonium beins:: 
(NHs^tKir; di-mercorammoniam, NHsHff ; tri-mercurammonium, (KH)sHg't ; tetra-mercurammo- 
aiom, VHffi. 
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ammoniam chloride, black (distinctiou from lead), decomposed by acids^ 
insoluble in ammonium hydroxide (distinction from silver) : 

HgtOl, + 2MH«HO = MHtHgflOl •»- NH4OI + 2H9O 

484. Solutions of the carbonates of the fixed alkali metals precipitate 
an instable mcrcurous carbonate, Hg,CO„ gray, blackening to basic car* 
bonate and oxide when heated. Ammonium carbonate reacts like ammo- 
nium hydroxide. BaCO,, SrOO,, GaOO,, and MgCO, precipitate mercur- 
ous salts, in the cold. 

486. HydroBiilphurio aoid, and soluble sulphides, precipitate, not 
Hg,8, but HgS 4- Hg, insoluble in (NHJ,8, but normal K,8, in presence 
of KOH, dissolves the HgS, and leaves the Hg as a residue. 

486. Hydroohlorio aoid and soluble chlorides form a white precipitate 
of mercuroHs chloridej Hg.Cl,, ** calomel " — ^jilacing the mercurous base 
XN' THE FEEtST GBOUF. For relations of the precipitate to solvents, see 
432 ; to ammonium hydrate, see 433 ; fixed alkalies blacken it by formatiou 
of Hg,0 (433). 

487. Soluble bromidBB precipitate mereuraus bromide, Hg,Br,, yellow- 
ish white, insoluble in water and in alcohol, insoluble in dilute nitric acid. 

488. Soluble iodidea precipitate mercurous iodide, Hg,I^ greenish-yel- 
low — ** the green iodide of mercury." The precipitate from mercurous ni- 
trate contains more or less mercuric iodide ; that from the acetate is 
nearly pure Hg,I,. 

Mercnrous iodide is Dearly insoluble in water, insoluble in alcohol (distinction front 
mercuric iodide), somewhat soluble in ether, slowly soluble in part bj aqueous solutions 
of alkali iodides (excess of the precipitants), being first decomposed to mercuric iodide 
and mercury, which last remains undissolved : 

Bgsis + 2KZ = Hg + (BJ)tBglt 

Ammoniam hydroxide solution slowly decomposes and partially dissolves mercurous 
iodide. 

By sublimation, and to some extent by exposure to light, mercurous iodide is changed 
to mereuroso-mereurie iodide, HgT.HgIa, yellow — with separation of metallic mercury. 
When the precipitate by iodide of potassium, in solution of mercurous nitrate, is made in 
very dilute solutions or is allowed to stand for some time, it consists chiefly of this — *'the 
yellow iodide of mercury." It is strictly insoluble in alcoliol; melts and sublimes unde- 
composed, and is affected by alkali iodides like mercurous iodide. 

439. Alkali cyanides, also hydrocyanic acid, resolve mercurous salts mto raetallic 
mercury, a gray precipitate, and mercuric cyanide, which remains in solution. — ^Fezro- 
oyanides form a white, gelatinous; ferxicyanidas, a red-brown precipitate. 

Alkali phosphates — as NasHPOi — precipitate the white mercurous phosphate, 
HgsPO«, when the reagent is added in excess; the yellow mercurous phosphate-nitrate, 
HgsPO«.HgNOs, when mercurous nitrate is in excess. — Ohromates precipitate the 
orwige-y^Xioyir mercurous ehromate, basic; changed by dilute nitric acid to the normftl 
HgiOrO^ ; by strong nitric acid changed to mercuric chromate, and dissolved. — Oxalic 
acid and ozalatas precipitate the white mercurous oxalate, HgiO|0«. slightly soluble in 
dilute nitric acid. 
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Soluble ■atphAtM precipitate, from solutions not dilute, the white tnereurous sulphate^ 
S^s80«, sparingly soluble in water (432); decomposed by boiling water with precipita- 
tion of a basic sulphate ; more soluble in dilute nitric acid ; blackened by ammonium 
hydroxide and fixed alkalies (distinction from other sparingly soluble sulphates). 

440. Mercurous compounds are reduced to metal by the same reducing 
agents that reduce mercuric compounds to metal ; but not by all the reduc- 
ing agents capable of converting mercuric to mercurous combinations, as 
more fully specified in 448. As to oxidation of mercurous compounds, see 
451. — The reactions in the dry way are ueai'ly the same as those for mer- 
curic compounds (449). 

441. MEBCUBIC oxide, sulphide, iodide, iodate, basic carbonate, oxal- 
ate, pliosphate, arseniate, arsenite, ferrocyanide, and tartrate are insoluble in 
water. The bromide is soluble in 250 parts of cold, or one-tenth that pro- 
portion of boiling water. The acetate and cyanide are freely, the chromate 
and citrate sparingly, soluble in water. The double iodides of mercury, and 
the metals of the alkalies and alkaline earths, are soluble in water — that is, 
mercuric iodide is soluble in aqueous solutions of alkali iodides. The 
double bromides dissolve in a smaller proportion of water than the bromide. 
Except the chloride, the ordinary mercuric salts which are soluble in water 
are so only by presence of free acid being partially decomposed by water, 
with separation of basic salts (326). In work with solution of mercuric 
nitrate, some of the reactions are modified by the free acid, always pres- 
ent.— Mercuric sulpiiate is soluble in very dilute sulphuric acid. — The 
chlmde is soluble in about 12 parts of cold, or two to three parts of boiling 
water ; freely soluble in alcohol and in ether. 

In analysis, the second-group precipitate of mercury sulphide is separat- 
ed by its insolubility in dilute nitric acid. The final form, in determina- 
tion of mercury, is usually the metallic state (448 a, or 449). 

442. Reactions of merourio salts. — Solutions of the fixed alkali hy- 
droxides, added, short of saturation, to solutions of mercuric salts, pre- 
cipitate reddish-brown basic salts ; when the reagent is added to supersatu- 
nition, the orange-yellow mercuric oxide, HgO, is precipitated. Prepared 
in the dry way, mercuric oxide is obtained red — the "red precipitate" of 
the shops. From very acid solutions, the precipitate is incomplete or does 
not form at all, owing to its solubility in alkali salts. It is very slightly 
soluble in water. In presence of an ammonium salt, the white precipitate 
(443) is formed. Certain organic acids interfere with the precipitation. 

443. Ammoniiun hydroxide produces a " white precipitate," recog- 
nizable in very dilute solutions; that with neutral solution of mercuric 
chloride being (NH,Hg)Cl, nitrogen dihydrogen mercuric chloride (a) ; 
that with hot dilute solution of mei*curic nitrate and excess of ammonia 
heing (KHgjWO,, nitrogen dimercuric nitrate {b). The precipitates are 
^1j soluble in hydrochloric acid ; sparingly soluble in strong ammonium 
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hydroxide^ which should not be used in excess in precipitation. They are 
also more or less soluble in ammonium salts, and especially iu ammonium 
nitrate. Therefore, the precipitation by ammonium hydroxide is always in 
some degree incomplete ; and that of the acid mercuric nitrate is decidedly 
diminished, and in very dilute solutions prevented altogether, by the am- 
monium salt formed in the reaction (as shown in equations a and b). A 
soluble combination of ammonium chloride with mercuric chloride, (NH^- 
Cl),HgCl„ or ammonium mercuric chloride, called '^ sal alembroth," is not 
precipitated by ammonium hydroxide, but potassium hydroxide precipitatea 
therefrom the white mercurammonium chloride, (N,H,Hg)Cl, (c). 

a. HgOls + 2NH4OH = (NBtHg)01 + NH^CU + SHsO 

h. 2Hg(NO,), + 4IIH4OH = (NHg,)NOt + 8NH4NO. + 4H,0 

e. (NH«01),Hg01, + 8SOB = ([NH»],ag)OU + 2K01 + 2H,0 

Ammonium carbonate reacts like ammonium hydrate. 

444. Potassium and sodium carbonates precipitate first red-brown 
basic salts, which, by excess of the precipitants with heat, are converted 
into the yellow mercuric oxide. The basic salt formed with mercuric chlo- 
ride is an oxychloride, HgCl,.(HgO),, „ <„« ; with mercuric nitrate, a basic 
carbonate, (HgO),HgGO, or (HgO)^CO,. — Barium carbonate precipitates a 
basic salt in the cold, from the nitrate, but not from the chloride. 

446. Hydrosulphurio aoid, gradually added to solutions of mercuric 
saltii, forms at first a white precipitate, soluble in acids and in excess of the 
mercuric salt ; by further additions of the reagent, the precipitate becomes 
yellow-orange, then brown, and finally black, insoluble in hydrochloric or 
dilute nitric acid. This progressive variation of color is characteristic of 
mercury, and is also produced by ammonium sulphide. The final and 
stable precipitate is mercuric sulphide, HgS; the lighter colored precipi- 
tates consist of unions of the original mercuric salt with merouric sulphide, 
as HgCl,.HgS, the proportion of HgS being greater with the darker pre- 
cipitates. When sublimed and triturated, the black mercuric sulphide is 
converted to the red (vermilion), without chemical change. 

Mercuric sulphide is soluble by free chlorine (nitro-hydrochloric acid) 
(a) ; not affected by dilute nitric acid (distinction from all other metallic 
sulphides) or by hydrochloric acid ; insoluble in ammonium sulphide (dis- 
tinction from tin, antimony, arsenic) ; insoluble in NaOH, and in Na,S, 
but dissolves in a mixture of the two (M. C. Mehu, J. B., 1876). 

a. HgS + Oil = HgOlt + S 

446. Soluble bromides precipitate, from concentrated solutions of mer- 
curic salts, the white HgBr,, soluble in 25 parts of hot and in 250 parts of 
cold water. Also soluble in excess of mercuric salts, and in excess of the 
bromide by which the precipitate is fc^-med ; hence, unless added in suit- 
able proportions, no precipitate will be produced. The precipitate is de- 
composed by strong or hot nitric acid. 
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Soluble iodides precipitate mercuric iodide, Hgl,, first reddish-yellow, 
then red ; very slightly soluble in water, soluble iu concentrated nitric and 
hydrochloric acids; quickly soluble in solutions of the iodides of all the 
more positiye metals — that is, in excess of its precipitants, by formation of 
soluble double iodides; as (KI),HgI, variable to KI.ngI,.* 

The dipotassium mercuric tetraiodide (K,HgIJ- (sometimes designated 
the iodo-hydrargyrate of potassium) is precipitated by ammomiim hy- 
droxide, and by the alkaloids (see Nessler's Test, 40). Dilute acids pre- 
cipitate the mercuric iodide. 

447. Soluble normal ohromates precipitate, from very concentrated 
solutions, basic mercuric chromates, orange yellow to red ; considerably sol- 
uble in water, more soluble in solution of mercuric chloride or nitrate. 
Soluble phosphateSy as Na,HFO^, precipitate mercurio phosphate, Hg,» 
(P0J„ white, soluble in acids, including phosphoric acid, and in ammo- 
nium salts. Soluble oxalates, and oxalic acid, precipitate — from the 
nitrate, but not from the chloride — mercuric oxalate, HgC^O^, white, 
readily soluble in dilute hydrochloric acid, difficultly soluble in nitric acid. 
HgCl, boiled in the sunlight with (NHJ,C,0, gives Hg.d, and CO,. Po- 
tassium Ferrooyanide precipitates mercuric ferrocyanide, white, becoming 
blue on standing. 

448. Beducing agents precipitate, from the solutions of mercuric and 
mercurous nitrates, dark-gray 'Kg^; from solution of mercuric chloride, or in 
presence of chlorides, ^r«^ the white, Hg.Cl,, tJien gray Hg. Strong acidu- 
lation with nitric acid interferes with the reduction, and heating promotes 
it. By digestion with hot concentrated hydrochloric acid — and a little so- 
lution of stannous chloride — the gray precipitate of divided mercury is con- 
verted into liquid globules of metallic lustre. This somewhat tardy result 
is hastened by trituration with a glass rod in the test-tube; or first wash 
and then dry, when trituration will accomplish the object at once. 

The reducing agent most frequently employed is stannous chloride (a). 
Boiling solution of sulphurous acid (b) effects the reduction. A clean strip 
of copper, placed in a slightly acid solution of a salt of mercury, becomea 
coated with metallic mercury, and when gently rubbed with cloth or paper 
presents the tin-white lustre of the metal (c), the coating being driven off 
by heat Zinc and iron, also, reduce mercuiy, and from mercuric chloride 
or in presence of chlorides, first precipitate calomel. Formic acid reducea 
mercuric to mercurous chloride, and in the cold does not effect further 
reduction. Dry mercuric chloride, moistened with alcohol, is reduced by 
metallic iron, a bright strip of which is corroded soon after immersioi^ 
into the powder tested (a delicate distinction from mercurous chloride). 

* A hot concentrated aolntion of potaesinm iodide disflolyes SHwU 'or ^«<7 ^K^* '^^^ ^^"^ crystals 
fcom thU lolntion are KLHffls. Theae are decomposed by pure water, and require a little free iodide for 
perfect water eolotion, bat they are solnble in alcohol and in ether. 
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a, 2Hg01t + SnOlt = Bf i01« + 8b01« 

HgtOlt + Buds =: 2B:fi + 8a01« 
Or: HgOlt + BnOli = Hg + 811OI4 

Also: 2Hg(NO«), + SnOl, = Hg,01. + 8ii(NO,)« 

6. HgOlt -I- BiSOs + H,0 = Hg 4- Ht80« + 2H01 
e. 2HgNOt + On =5 8Hg + Oii(NOs)« (compare 846). 

440. All compoands of mercury, in glass tabes or on charcoal, are 
<iuickly volatile before the blow-pipe. 'Mercurons chloride and bromide and 
mercuric chloride and iodide sublime (in glass tubes) undecomposed — the 
sublimate condensing (in the cold part of the tube) without change. Most 
other compounds of mercury are decomposed by vaporization, and give a 
fiublimate of metallic mercury (mixed witli sulphur, if from the sulphide, 
etc.) All compounds of mercury, dry and intimately mixed with dry so- 
<iium carbonate, and heated in a glass tube closed at one end, give a sub* 
11 mate of metallic mercury as a gray mirror coat on the inner surface of the 
cold part of the tube. Under the magnifier, the coating is seen to consist 
of globules, and by gently rubbing with a glass rod or a wire, globules visi- 
ble to tlie unaided eye are obtained. 

450. Eatimatlon. — (1) As metallic mercury. The mercury is reduced 
by means of CaO in a combustion-tube at a red heat in a current of CO.. 
The sublimed mercury is condensed in a flask of water, and, after decanting 
the water, dried in a bell-jur over sulphuric acid without application of heM. 
The mercury may also be reduced from its solution by SnCl, (or H,PO, 
at 100° 0.) and dried as above. (2) As mercurous chloride. It is first re- 
duced to (HgJ" by H,PO„ which must not be heated above 60° C, other- 
wise metallic mercury will be formed ; and after precipitation by HCl and 
drying on a weighed filter at 100° G. it is weighed as Hg,Cl,. Or enough 
HCl is added to combine with the mercury, then the Hg" is reduced to 
(HgJ" by FeSO^ in presence of KaOH 

2HgO + 2FeO + dH,0=3 EEg,0 + F6,(OH)« 

HjSO^ is added, which causes the formation of Hg,Cl„ which is dried on a 
weighed filter at 100° G. (3) As HgS. It is precipitated by H,8, and 
weighed in same manner as the chloride. Any free sulphur mixed with the 
precipitate should be removed by CS, or Na,SO,. (4) As HgO, by heat- 
ing the nitrate in a bulb-tube in a current of dry air not hot enough to de- 
compose the HgO. (5) Volumetrically, by Na,S,0, ; from the nitrate the 
precipitate is yellow, from the chloride it is white, 

8Hg(NO,), + 2Na,8,Oi + 2H,0 = Hg.8,(NOs), + 2Na,804 + 4BKO. 
SHgOls + 2Na3SaOt + 2H.O = HgaSsOli + 2Nas804 + 4H01 

(6) Volumetrically, HgCl, is reduced to Hg,0 by PeSO. in presence of 
XOH, and after acidulating with H.SO^ the excess of FeSO^ is determined 
by K,Cr,0, or E,Mn,0.. (7) By iodine. It is converted into Hg,Cl, and 
then dissolved in a graduated solution of I dissolved in 

HgsOli + 6KZ + Is = 2KsBgl4 + 2K01 
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The excess of iodine is determined by Na^S^O,. (8) The measured solu- 
tion of HgCl, is added to a graduated solution of KI ; 4KI + HgCl, = 
K,HgI^ + 2EC1. The instant the amount of HgCl, shown in the equation 
is exceeded a red precipitate of Hgl, appears. 

451. Oxidation. — Free mercury (Hg°) precipitates the free metals from 
solutions of Ag, Au, and Pt; and is precipitated as Hg° by Zn, Al, Mg, Cd, 
Bi, CJo, Sn, Sn", Cu, and (Ou,)", also by free H,PO„ H,PO„ and H,SO,. 
(HgJ" is oxidized to Hg" by Br, CI, I, HKO,, jH,SO^ (hot), and HCIO,. 
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ABSENIC. As = 74.918. 

468. Specific gravity y pure crystalline, 4.71 (Bettbndorf, 1867); after 
fusion, under great pressure, 6.71 (Mallet, 1872). Vapor density (H = l) 
147.2 (Deyille and Tboost, 1863); therefore the molecule is assigned to 
contain four atoms (AsJ. Volatilizes in an atmosphere of coal-gas withoiit 
melting at 450° C. (Conechy, 1880). Fuses under great pressure between 
the melting point of Ag and Sb (Mallet, 1872). Valence, a pentad iu 
H,A8^0^ ; a triad in Asfi^ ; oxidation valence in free arsenic, zero (As^)^ 
and in arsenious hydride a negatiye triad (As'^^'H,). 

464. Occurrence. — Found native ; also as an alloy with other metals, as 
FeAs,, 19'iAs, CoNiAs, ; as realgar (A8,8,), orpiment (As.S,), and mispickel 
(FCjAsS,). It is sometimes found as As^O., as an arsenate in cobalt bloom 
(Ck),(AsO^),), and in a great variety of minerals. 

Preparation. — (1) Seduced from its oxide by carbon, As^O, + 3C = 
As^ + 3CO,. (2) From Fe,AsS, by simple ignition, air being excluded, 
4Fe,A8S, = 8FeS + As^. (3) From Afl,S, by fusion with Na,CO, and 

eNa,OOs + 2Ab,S, + 6KON = AB4 + 6Na,8 + OKONO + 600, 

465. Properties. — Arsenic is by some chemists classed with metals, by 
others with the non-metallic elements. Its failure to act as a base with 
oxyacids deteimines definitely its non-metallic character. 

The amorphous arsenic is black, the crystalline a steel-gray, brittle and 
pulverizable. Its vapor is yellow, with a strong oppressive and poisonous 
alliaceous odor. It is slowly oxidized in moist (not in dry) air at ordinary 
temperatures ; when heated in the air, it burns with a bluish flame, and 
becomes the white arsenious anhydride, As^O.. It readily combines with 
chlorine and bromine upon contact, and with iodine and sulphur by aid of 
heat. It is not attacked by aqueous hydrochloric acid at ordinary tempera- 
tures, and but slightly when hot and concentrated and with air ; it is 
slowly oxidized to arsenic acid by hot concentrated sulphuric acid, or more 
readily by nitric acid ; but its proper solvent is nitro-hydrochloric acid, or 
chlorine with water, by which it is oxidized to arsenic acid with violent 
rapidity {a). Hot solution of potassium or sodium hydrate dissolves it as 
arsenite {b) : 

a. A84 + 1001, + 16H,0 =r 4BsAb04 + 20HO1 

h. A34 + 12KOH = 4SsAbO» + 6H, 

Arsenic foims two oxides, both acidulous : arsenious anhydride^ 
AB'*'fi^ representing a series of arsenious compounds and arsenites of 
metals ; and arsenic anhydride, As^O^, forming arsenates of metals, and 
arsenic acids, and representing other arsenic compounds. Both these classes 
of compounds possess considerable stability ; the arsenious bodies acting as 
efiBcient reducing agents, and the arsenic substances, with less activit}', as 
oxidizing agents. 
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466. Arsekious Acid and Anhydride. — The vapor density of the 
anhydride (arsenioas oxide) is 198 at a white heat (V. Meter, Ber. Chem. 
Ges., 1879, 1117)> therefore its molecule is assumed to be Asp,. Its solu- 
tion in water is supposed to be arsenious acid, but on eyaporation only 
Asfi^ remains. Many arsenites are known, but the instability of the 
greater number of them has prevented an accurate determination of their 
composition. Their composition is best explained by regarding them as 
derived from one of the three hypothetical arsenious acids. (1) Orthoar- 
senmis acid, H^AsO, ; forming normal, acid, and basic orthoarseniies — 
e.g., Ag,A80„ Mg,(AflO,)„ Co,H,(AbO,)„ CuHAbO,, Pe.0,(A80.)„ etc. 
(2) Pyroarsefiious acid, H^A8,0^ ; forming pyroarsenites — e.g., (KHJ/ 
A8,Op Ca,A8,0^» K«A8,0,, etc. (3) Metarsenous acid, HAsO, ; forming 
meiarsenites — e.g., NH^AsO,, KAsO,, Ca(A80,),, Pb(A80,),, etc The 
triad ai*senic forms some combination with nearly all metals, but many of 
its salts are so instable as to prevent the determination of their composition. 

467. An^nioiu anhydride — ^having both crystalline and amorphous modifications^ 

is very slowly and sparingly soluble in cold water, much more quickly but quite spar- 
ingly soluble in hot water, the solution feebly reddening litmus; freely soluble in hydro- 
chloric acid, and somewhat soluble in sulphuric acid without combination ; readily solu- 
ble in alkali hydroxides with combination, forming, perhaps, the hypothetical XsAsOs, 
but only KH(AaOs)9, KAaO«, and K4AstO» have been isolated ; slightly soluble in alco- 
hol, and soluble in glycerine. — Arsenious efiloride is wholly decomposed bj water, with 
formation of arsenious oxide and hydrochloric acid (equation a);ar$enious sulphide is 
very slightly soluble in pure water, insoluble in acidulated water, but soluble by combi- 
nation in solutions of alkalies (6), alkaline carbonates and alkaline sulphides (e), (d) and 
(e). — AfMnites of the alkali metals are soluble in water ; of the alkaline earth metals 
sparingly soluble, of magnesium insoluble; of all other metals, insoluble. The arsenites 
are decomposed — ^and, except those of first-group metals, dissolved — ^by hydrochloric acid, 
and are decomposed and dissolved by nitric acid, without exception: 

a. 4Aa01s + 6H3O = ASfOe 4- 12HC1 

b. 2Ab,8s + 4KOH = KAiO, + 3KAaS, + 2HsO. Watts' Diet., 2d ed., 1, 315. 
e. AanSt + K,S = 2EAs8, 

d. AMSt + 6NH«HS = 2(NH4)»A8Ss + 3HaS* 

e. AS9S3 + 2(NH«)aS = (NH4)4A«,S. " 

In analysis, the second-group precipitate of arsenious sulphide is sepa- 
rated with antimony and tin, by solution with ammonium sulphide. The 
final determination and separation from antimony is usually effected by the 
action of the hydrides upon solution of silver nitrate. 

468. Alkali hydrates and carbonates do not precipitate arsenious 
compounds from solution ; whereby arsenic is distinguished from the 
bases. 

* DibMic and monobasic as well as tribasic thioarsenites are formed in different conditions. Accord- 
ing to NiLssoN {Berieht. d, deut. chem. Ots., IV., 0S9 ; Jour. Chem. Soc^ X., 1873, 699), (NH^)MS always 
dissolves ASfSg as (NH4)aS.(Aj48s)s. For the action of alkalies and alkaline carbonates upon AstSt. 
ASfSs. AsiSs, and the formation of many thioarsenites and thioarsenates according to Nilssow, tee Jour. 
r^akt. Chtm., 1876 [2], 14, l-Wand 145-172. 
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468. HydrosulphiLrio acid precipitates the leinon-yellow arsenious suU 
phidey Ab,S,. The precipitate forms promptly iu acidulated solutions, the 
most perfectly with hydrochloric acidulation ; beiug com[)lete even in 
strong hydrocliloric acid solution, but diminished by too strong nitric acid. 
It forms slowly in simple aqueous solution of arsenious acid, as a color 
rather than a precipitate ; being slightly soluble in pure water, but insol- 
uble iu acidulated water. It is not formed in solutions of alkali arsenites, 
except by acidulation. Citric acid and other organic substances hinder, 
but, in presence of much hydrochloric acid, do not wholly prevent its for- 
mution. Alkali sulphides produce, and by further addition dissolve, the 
precipitate. 

The arsenious sulphide is soluble in solutions of alkali hydrates, carbon- 
ates, and sulphides, as severally explained in 457. From all these alkaline 
thioai'senites, acids reprecipitate the sulphide (a and b). By its solubility iu 
solution of ammoniiLm sulphide, it is separated with antimony and tin 
from the other members of group second ; and by its solubility in solution 
of ammonium oarbonatey it is approximately separated from antimony and 
tin, in a process of separation which has been in common use : 

a. 2(NH4),AsSi + eHd = As,S, + 6NH4OI + 8H,S 

b. (NH«)4A8aS» + 4H01 = AstS. + 4NH«01 + 2Hs8 

The color of the AbsS. distinguishes it from S, derived thus : 

c. 2(VH4),Ss + 4H01 =: 8, -f 4NH«01 + 2H,8 

The artfenUma sulphide is also soluble in solutions of alkali sulphites with free sul- 
phurous acid (distinction, and a method of separation, from antimony and tin) : 

d. 4 Am A + 32KH80. = 8EAbO, + 12K,S,Os + 88. + 14SO, + 16H,0 
Like metalloidal arsenic, the arsenious sulphide is insoluble in hydrochlorio acid — 

another means of separation from antimony and tin. It is insoluble in dilute but dis- 
solves in strong nitric aoid, and by free chlorine or nitro-hydrochloric acid, as arsenic 
anhydride, AssOs, or arsenic acid, HsAsOi — (equations e and /. Usually, however, a 
large portion of the 8 is oxidized to Ha804, and completely if the Ol or HNOs is used 
hot and in excess (g). Compare equation a, 455). Arsenious sulphide is not changed to 
arsenious oxide by any solvents. 

6. 2A8,8s + IOOI3 + IttHsO = 4HsA804 + 88, + 20HO1 
/. 6Asti8s 4- 20HNO. -H 8H,0 = .2H,As04 -h 98, + 20NO 
g. Ab,8s + 1401, 4- 20H,O = 2H,A80« + 3H,S04 + 28H01 
Thiosnlphates— as Na,840s — ^also precipitote, from boiling hydrochloric acid solu- 
tion of arsenious acid, the arsenious svlphide (distinction from tin): 

2H«A80t + 8Naa830s = As,Ss + 8Na2S04 + 8H9O 

460. Silver nitrate solution precipitates from neutral solutions of ar- 
senites, or ammonio silver nitrate* from water solution of arsenious oxide, 
silver arsenite, Ag,ABO„ yellow, readily soluble in dilute acids or in am- 
monium hydroxide or ammonium salts (420) : 

HsAaOi + SAgNOs + 8NH4OH = Ag.AsOa + 3NH4NO, -h 8H,0 

* Prepared by adding ammoniam hydroxide to th.e eolation of silver nitrate, till the precipitate at first 
prodaced la nearly alt rediesolved. 
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461. Copper sulphate solution precipitatos from solutions of neutral 
arf$euiteSy or ammonio copper sulphate (prepared as directed in note under 
460) precipitates from water solution of arsenious oxide, the green copper 
arse?iite, CoHAsO, (Scheele's green), soluble in ammonium hydroxide and 
in dilute acids. Copper acetate in boiling solution precipitates the green 
copper aceto^arsenite (CuOAs,0,),Cu(C,H,0,), (Schweinfurt green), soluble 
in ammonium hydroxide and in acids. Both these salts are often desig- 
nated as Paris green (343). For the reaction of Copper Salts with fixed 
alkali arsenite, see 475. 

462. In general, solutions of arsenites are precipitated by solutions of 
normd salts of the metals, except those of the alkalies, and barium, stron- 
tium, and calcium (457). Normal magnesium salts form a white precipi- 
tate of magnesium arsenite. The precipitate is soluble in ammonium hy- 
droxide and ammonium chloride (distinction from arsenates). 

Ferrio salts precipitate from arsenites, and reoent ferric hydroxide 
{used as an antidot*) forms, with arsenious anhydride, variable basic fer- 
ric arsenites, scarcely soluble in acetic acid, soluble in hydrochloric acid. 
Water slowly and sparingly dissolves from the precipitate the arsenious an- 
hydride ; but a large excess of the ferric hydroxide holds nearly all the 
arsenic insoluble. To some extent, the basic ferric arsenites are transposed 
into basic ferrous arsenates, insoluble in water, in accordance with the 
reducing power of arsenious oxide. 

463. Arsenic is reduced to the elemental state by several methods of 
great analytical importance. 

By the action of hydrogen generated in acid solution (Marsh's 
Method) it is reduced from all its soluble compounds, when it enters into 
a combination with hydrogen as arsenious hydride, AsH„ gaseous. The 
latter can be identified by numerous reactions, and from it the arsenic can 
readily be obtained free. 

The hydrogen is generated by sulphuric acid diluted with 6 to 8 parts 
water, and sine (both free from arsenic). Compare 288. In general 
nascent hydrogen (or any metal with any acid which produces hydrogen) 
gives like results. The hydrogen removes the oxygen, from either oxide of 
arsenic, by forming water, and then combines with the arsenic ; two atoms 
of hydrogen taking the place of one atom of oxygen : 

Afl40« + 12Hi = 6HiO + 4AsH. 

or, including the zinc and sulphuric acid : 

HiAflOs + d(Zii + Ht80«) = az&804 + 8H,0 + AbH. 
HsAsOi + 4(Zn + H,80«) = 4ZnSO« + 4H,0 + AbH. 

It will be seen that arsenious hydride cannot be formed in presence of 
free chlorine or other oxidizing agents, such as nitric acid, nitmtes, chl* - 
mte?, and hypochlorites. Sulphides and sulphites interfere ; also mercury 
salts (by amalgamation of the zinc), and most Organic mbstances. Arseni- 
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OU8 sulphides are not acted on by the nascent hydrogen. With zinc, strong 
potassiiim hydroxide or sodium hydroxide may be used instead of acid, 
the action being slower ; but quite rapid if finely divided iron, platinum, or 
some other metals are present. Sodium amalgam alone, in solutions 
neutral, acid, or alkaline, causes an abundant generation of arsenious hy- 
dride if arsenic is present. In the test made by sodium amalgam, in alka- 
line solution, cane sugar and some other organic bodies do not interfere. 

The generation of arsenious hydride, by metallic magnesium, when 
done in strong solution of ammonium chloride, is a separation from anti- 
mony. The solution may be neutral or alkaline, but, for the separation, 
not acid. 

Metallic aluminiiun, in strong potassium hydroxide solution, on warm- 
^Dg> generates arsenious hydride from arsenical compounds (distinction and 
separation from antimony). 

464. Arsenious hydride (arsine) burns when a stream of it is ignited 
where it enters the air, and explodes when its mixture with air is ignited, 
like other combustible gases. It bums in a stream, with a somewhat lumi- 
nous and slightly bluish flame (distinction from hydrogen) ; the hydrogen 
being first oxidized, and the liberated arsenic becoming incandescent, and 
then undergoing oxidation ; the yapors of water and arsenious anhydride 
passing into the air (a). If a piece of oold porcelain is held in the flame, 
the reduction of temperature prevents the oxidation of the arsenic, which 
is deposited in dark steel-gray spots, adherent to the porcelain, about which 
a little of the water of combustion condenses {b) : 

a. 4AsHt -h 60t = Ai«0« + 6HtO 

b. iAsH. + 80, = As« + 6HtO 

In many particulars above mentioned, the combustion of arsenious hydride resembles 
that of the hydrocarbons of illuminating gas. 

Arsenious hydride is an exceedingly poisonous substance, the inhalation of the un- 
mixed gas being quickly fatal. Its dissemination in the air of the laboratory, even in the 
small portions which are not appreciably poisonous, should be avoided. Furthermore, as 
it is recognized or determined, in its various analytical reactions, only by its decomposi- 
tion, to permit it to escape un decomposed is so far to fail in the object of its production. 
The evolved gas should be constantly run into silver nitrate solution, or kept burning. 

466. Arsenious hydride is decomposed by heat alone. In passing through glass 
tubes, heated to incipient redness, the gas is decomposed, the arsenic adhering to the 
inner surface of the tube, beyond the heated part, as a steel-gray mirror coating. This 
<!oating is readily driven by the heat, is gradually dissipated by hot hydrogen gas, and 
imparts the garlic odor to the escaping hydrogen gas. The latter, if ignited, will gene- 
rally deposit arsenic spots on porcelain, showing that the arsenic is not wholly retained 
in the tube. 

466. Both the mirror and the spots exhibit the properties of free arsenic (455). 
Liquid reagents are most convenient for application to the spots. The reactions of these 
deposits having analytical interest are such as distinguish arsenic from antimony. 
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Compariaon of Anenio and Antimony, depoeited from AaH, and 

SbH,. 

Anmiio Spot!. AnSdmaay Spota. 

Of a steel-gray to black lustre. Of a Telvety brown to black sarfaoe. 

Volatile at 450"* C. ; as arsenious acid, at Volatile in vacuo at white heat; by oxida- 

218' C. tion, at a red heat. 

DinolTe in hppoeMorite (a). Do not dissolre in hypochlorite. 

Warmed with a drop of ammonium mU- Warmed with ammonium sulphide, form 

phide, form yellow spots (459), soluble in orange-yellow spots, insoluble in ammonium 

ammonium earbonate, insoluble in hydro- carbonate, soluble in hydrochloric acid. 
chloric acid. 

With a drop of hot nitric aoid, dissolTe With a drop of hot dilute nitric acid,, 

clear (455). turn white. 

The clear solution, with a drop of sola- The white fleck, treated with silver nU 

tion of silver nitreUe, when treated with tiate and vapor of ammonia, gives no color 

vapor of ammonia (from a glass rod moist- until warmed with a drop of ammonium 

ened with ammonium hydrate and held hydrate, then gives a black color, 
near), gives a brick-red or a yellow color 
(891). 

With vapor of iodine, color yellow, by With vapor of iodine, color more or lesa 

formation of arsenious iodide, readily vda- carmine red, by formation of antimonious 

tile when heated. iodide, not readily volatile by heat. 

Arsenic BCirror. Antimony Mrror. 

Deposited beyond the flame ; the gas Deposited before or on both sides of the 

being decomposed by a red heat (465). flame; the gas being deoompoeed consider- 
ably below a red heat 

The mirror is driwn at 460" C. ; it does The mirror melts to minute globules at 

not melt. 432^ C, and then is driven at a red heat. 

By vaporization in the stream of gas. The vapor has no odor, 
escapes with a garlic odor. 

By slow vaporization in a current of air By vaporization in a current of air, a 
(the tube open at both ends and held in- white amorphous coating is obtained — in- 
clined over the heat), a deposit of octahedral soluble in water, soluble in hydrochloric 
crystals is obtained above — if abundant, acid, and giving reactions for antimony, 
forming a white coating (457), soluble in 
water, the solution giving reactions for ar- 
senic. 

a. The hypochlozite reagent — ^usually NaOlO — decomposes in the air and light, by- 
keeping. It should instantly and perfectly bleach litmus-paper (not redden it). It dis- 
solves arsenic by oxidation, to arsenic acid : 

As« + lONaOIO •¥ 6H,0 = 4H,A80« + lONad 

467. When arsenions hydride is passed into solntion of silver nitrate^ 
the silver is reduced to metal by the oxidation of both elements in the gaij 
— the hydrogen to water, and the arsenic to arsenious acid, which remains 
in solution along with the liberated nitric acid (distinction from antimo- 
nious hydride, which precipitates antimonious argentide) : 

AsH, + 6AgNO. + 8H,0 = OAg + H^AaO, + OHNO. 



Absexic. 121 

The reactions for the arsenious oxide formed in solutiou should be ob- 
tained after filtering out the brown-black precipitate of silver^ then adding 
a Tery little hydrochloric acid^ that the silver in the undecomposed nitrate 
may be removed as chloride. From the filtrate, hydrosulphuric acid preci- 
pitates the sulphide, and arsenic may be quantitatively determined from 
the weight of this precipitate, after Marsh's Test. Beliauce should not be 
placed on blackening of the silver nitrate alone, as this may be due to- 
SbH,, or to H,S or to PH,. H,S would be generated in the test, from sul- 
phides ; and PH, from hypophosphites or phospbites. 



If the material treated with zinc and dilute sulphuric acid be placed in a flask or 
large test-tube, and a paper moistened with silver nitrate be tied over the mouth, it will 
(on standing) be blackened by arsenious hydride. The interference of hydrosulphuric 
acid way be avoided by causing the gas to pass through cotton-wool, moistened with 
solution of lead acetate, and carefully placed to fill the neck of the vessel, then left seve- 
ral hours. This operation may be relied on for negative results, in testing the purity of 
reagents, etc. 

The yellow ailter (trsenite (460) may be obtained as a distinctive test, with the silver 
nitrate left in solution, undecomposed by the arsenious hydride, after filtering out only 
the metallic silver, by the careful addition of ammonium hydroxide, in repeated small 
portions, by the glass rod, till the nitric acid and arsenious anhydride are just neu- 
tralized : 
H,AK)t + 8AgNO. + 6HNO. + 9NH«OH = AgsAaO. + 0NH«NOs + 9H,0 

Arsenious hydride received in Bitrio acid is changed to HsAsOt, soluble in water 
(separation from antimony). 

468. Stannoiui chloride, SnOla, reducM arsenious and arsenic oxides, from hot con- 
centrated hydrochloric acid solution, as flocculent, black-brown, metalloidal arsenic, con- 
taining three or four per cent, of tin (Bettendorf's Method). The arsenic, in solutiou 
with the concentrated hydrochloric acid, acts as arsenious chloride (457 a) : 

4Ab01. 4- 68n01i = Aa« + 68nOl4 

The hydrochloric acid should be 25 to 33 per cent. ; if not over 15 to 20 per cent., the 
reaction is slow and imperfect. Sulphuric acid with sodium chloride may be taken 
instead of hydrochloric acid : 

In a wide test-tube place 0.1 to 0.2 gram. (2 or 3 grains) of the (oxidized) solid or 
solution to be tested, add about 1 gram. (15 grains) of sodium chloride, and 2 or 3 cub. 
centim. (about one fluid drachm) of sulphuric acid, then about 1 gram. (15 grains) of 
crysteMized stannous chloride ; agitate, and heat to boiling several times, and set aside. 
for a few minutes. Traces of arsenic give only a brown color; notable proportions give 
the flocculent precipitate. A dark-gray precipitate may be due to mercury (448 a), 
capable of being gathered into globules. If a precipitate or a darkening occurs, obtain 
conclusive evidence whether it contains arsenic or not, as follows : Dilute the mixture 
with ten to fifteen volumes of about 12 per cent, hydrochloric acid (equal parts of. Fre- 
senius*8 Reagent and water) ; set aside, decant ; gather the precipitate in a wet filter, 
wash it with a mixture of hydrochloric acid and alcohol, then with alcohol, then with a- 
little ether, and dry in a warm place. A portion of this dry precipitate is now dropped 
into a small hard-glass tube, drawn out and closed at one end, and heated in the flame : 
arsenic is identified by its mirror (466). easily distinguished from mercury (449). Anti- 
mony is not reduced by stannous chloride ; other reducible metals give no mirror in the^ 
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reduction-tube. Small proportions of organic material impair the delicacy of this 
tion, but do not prevent it. It is especially applicable to the hydrochloric acid distillate, 
obtained in separation of arsenic, according to 474. 

469. Metallic copper reduces arsenious oxide, from hydrochloric acid solution, as an 
iron-gray film or crust of arsenic with copper, 32 per cent, arsenic, or OatAsi (Bedisch's 
Method). The copper should be in bright strips, the solution hot, and the reaction 
awaited for some time. If much arsenic is present, the crust peels off in black scales. 
The crusts are not evidence of arsenic without further examination— according to 470, 
etc. — as antimony, silver, and other metals are reducible by copper. The film may be 
obtained and afterwards determined as arsenic, when but the 0.0005 gram, is taken in 
pure hydrochloric acid solution. 

470. In Marsh's Test, a portion of the arsenic, reduced by the siiio to 
the elemental state, remains for a short time, while the arsenic is in excess 
in the solution, as a grayish-black film upon the zinc. If the generation of 
hydrogen be continued after the arsenic is all reduced, all the latter soon 
forms arsenious hydride. The deposition of antimony, in Marsh's Test, is 
much greater than that of arsenic. Also, if the operation be conducted in 
a platinum vessel or with platinum foil, in contact with the zinc, the re- 
duced arsenic does not adhere to the platinum as firmly as the reduced an- 
timony. 

471. Potaaaium cyanld«, with sodium carbonate* reduces arsenic from all its com- 
pounds, in the dry way: 

Aa«0. + 6KON = As« + eKONO 
2Aa.8s + 6KON = A14 + OKONS 
2As,8> + 6Na,OOs + QKON = ▲■« + 6Na,8 + eKONO + 600, 

If this reduction be performed in a small reduction-tube with a bulb at the end, the 
reduced arsenic sublimes and condenses as a mirror (466) in the cool part of the tube. 
The presence of compounds of manganese, bismuth, zinc, or antimony hinders this reac- 
tion, but does not prevent it. The test can be performed in presence of mercury com- 
pounds, but more conveniently after their removal ; in presence of organic material, it is 
altogether unreliable. If much free sulphur is present, H. Rose recommends that the 
arsenic should be removed from it, by dissolving in ammonia, evaporating the solution 
to dryness, oxidizing to arsenic acid with hydrochloric acid and potassium chlorate (475), 
precipitating with ammonium hydroxide and magnesium solution as arsenate (478), and 
washing and drying the latter for the test. 

The thoroughly dried substance is mixed with six times its bulk of a dry mixture of 
€qual parts of anhydrous sodium carbonate and potassium cyanide, and introduced into 
the bulb of the reduction-tube, which should not be over half filled. Heat the bulb very 
^ntly over the flame, and if water rises and condenses in the tube, thoroughly dry the 
bulb and tube — wiping the inside of the tube with twisted paper. Then heat strongly, 
while the tube is held inclined, finally to a full red heat. If arsenic is present, the 
mirror will be seen above the bulb, and can be tested, as stated in 466, etc. 

This operation becomes a more delicate test, and excludes antimony from the mirror, 
if the mixture be placed in a larger horizontal reduction-tube, drawn out narrow at one 
«nd, and connected at the other with an apparatus for generating and 'drying carbonic 
anhydride, which is passed over the substance during the reduction (Method of Fresk- 
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lous AND Babo): Three parts of anhydrous sodium carbonate, with one of potassium 
cyanide, are taken, and ten or twelve parts of this mixture to one part of the substance 
tested, the whole well mixed and thoroughly dried (in the water-oven). The reduction- 
tube should be about 1.25 centimeters (one-half inch) wide and 10 to 15 centimeters (four 
to six inches) long, besides the drawn-out part. At the end not drawn out it b con- 
nected with a small wash-bottle, for sulphuric acid, and this connected with the flask for 
generating carbonic anhydride with marble and dilute hydrochloric acid. The dried 
mixture is introduced in the middle of the reduction-tube, by aid of a paper gutter ; the 
connections made, and the substance again dried by gentle heat. When the atmosphere 
is expelled and a steady stream of carbonic anhydride is passing through the apparatus, 
heat the tube between the mixture and the drawn-out end to redness, and then heat the 
mixture gradually to redness of the tube, driving the mirror to the narrowed portion of 
the tube. Finally, detach the tube, close the small end in the flame, and advance the 
heat up to the mirror. 

472. Oharooal reduces arsenious oxide very readily, by heat in the glass tube. A 
small hard-glass tube is drawn out at one end, the extremity closed in the flame, and a 
particle of the well-dried material dropped into the tube, so that it will fall to the end of 
the narrow part. A fragment o{ recently burned charcoal is pushed down nearly to the 
substance, and heat applied, flrst to the charcoal and then to the substance, to redness. 
The mirror forms just above the heated part, and may farther be tested as stated in 466. 
During the reduction, the garlic odor is observed. 

All compounds of arsenic, heated with sodium carbonate on charcoal, and all oxi- 
dized compounds heated on charcoal alone, present the odor of arsenic. 

Non- oxidized forms of arsenic, heated in air, as in a glaas tnb« open at both ends, 
oxidize to arsenious anhydride (455); and the latter substance sublimes in the tube, pro- 
ducing a white coating of microscopic octahedral crystals. 

473. If dry arsenious anhydride is heated with dried lodium ao«tat#, in the bulb of 
a small reduction-tube, arsen-dimethyl oxide, or cacodyl oxide, A»t(OH»)iOf is produced 
and recognized by its intensely offensive odor : 

AsiOe + SKOtHsOt = 2Aa,(OHi)40 + 4K«OOi 4- 400> 

474. Arsenic is removed from mixture with metallic salts and non- volatile acids, and 
obtained in a concentrated form, by disHlling the mixture with concentrated hydro- 
chloric acid— or sodium chloride and sulphuric acid — when arsenious chloride passes over 
at 182° C* (270° F.) and condenses with hydrochloric acid. A flask Over a sand-bath, 
with a tube passing through the stopper and then inclined downwards to a small receiv- 
ing flask set in a vessel of cold >vater, constitutes a sufficient apparatus. The distillate 
may be examined according to 468. 

475. Arsenious compounds are oxidized to arsenic compounds by a large 
number of oxidizing agents. As already stated (455 and 469 e,f), the sol- 
vents of elemental arsenic, and of arsenious sulphide, produce pentad ar- 
senic compounds. Among the oxidations of arsenious compounds most 
used in analysis are those by action of chlorine or bromine (a), iodine with 
sodium carbonate (b), nitric acid (c), copper sulphate with free fixed alkali 
(d), and permanganates (e). 

a, HsAaOt + OI9 -\- H,0 = HtAB04 + 2H01 

h. 2H,iLiOa + 21. H- SNa.OO. = 2NasA804 -|- 4NaX + 8H,0 + 500. 

e. 3H,AiOs + 2HNO, = dH,Aa04 H- 2NO -h H,0 

d. HsAsOs + 20aS0« + 7EOH = K,Aa04 + Oa,(OH), -h 2K,804 + 4H.O 

e. 5HiA«Os + KaBSnsOs + 6H01 = 5H.A8O4 + 2Mn01. + 2K01 + 8H,0 
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476. Arsenic Oxide and Acids. — ^A8,0, is not produced by heating 
As or As^O, in the air or in oxygen gas. But when As or A8«0^ is treated 
with CI or HNO, orthoarsenic acid (H^AbOJ is produced ; and when this 
is heated at 140° to 180° C. pyroarsenic acid (H^As.O,) is formed; and when 
the heat is increased to 200° C. metarsenic acid, HAsO., is produced; and 
at a dull red heat arsenic oxide — arsenic anhydride — (As^Oj is formed ; 
and at still higher temperatures oxygen is given off and As,0, sublimes. 
Each acid forms correspotiding salts : metarsenaies (M'AsO,); pyroarsen- 
ates (M'^As.Oj ; orthoarsenates (M'^AsOj. There are three classes of the 
latter, M',AsO^, M'^HAsO^t i^nd M'H^AsO^. Arsenic anhydride, meta and 
pyroarsenic acids, are known only in a solid state, being changed by water 
to orthoarsenic acid. Their salts have not been much investigated. As a 
rule, they are changed to orthoarsenates by water. 

XAiOt + HiO = KHiAiOi. and K«AsiOt + BsO = 2K,HAiO« 

The arsenates of the alkali metals an all loluble in water ; only the mono-metallie 
arsenates of the other metals are soluble in water, but their di- and tri-metallio arsen- 
ates are soluble in arsenic acid (as mono-metallic salts) and in the stronger mineral acids 
(by decomposition). In acetic acid they dissolve with more or less difficulty ; many of 
them are soluble in solutions of ammonium salts. 

In analysis, the formation of arsenious hydride occurs alike with pentad 
and triad arsenic. For distinctions from arsenious compounds, see 488. 

477. Hydrosulphurio aold precipitates, yery tardily, in solutions of 
arsenic acid or acidulated arsenates, the yellow arsenious sulphide, witii 
free sulphur, As,S, + S, (Wackenroder, Ludwiq, H. Rosb). 

2H«A804 + zHOl + 6HgS = AssSi + S, + xHOl + 8HiO. 
In the cold, addition of solution of hydrosulpliuric acid causes no appreci- 
able immediate effect (distinction from arsenious acid); but, by treatment 
with the gas for 12 to 24 hours, better at about 70** C. (160° F.), all the ar- 
senic can be thrown down. Also, more readily, by previous reduction, 
according to 484. The precipitate has the properties stated in 457 and 469, 
with the additional properties of free sulphur, which in its recent conditioi» 
is taken up by alkali hydroxides or by carbon disulphide.* 

Ammonium sulphide precipitates solutions of arsenic acid, more 

* BERZKLnrs, 1826, and Buitsen, 1878, find that the pentaralphide, As^St. 1" fonned, 

2HsA.a04 + xHOi + 5HiS = Aa,8t + xHCl + 8H,0 
B. Braunbr and F. Tomickk {Jour. Chem. Soc., 1888, 68, 145) find that the formation of the penta- 
milphide ii* favored by a larger quantity of HGl and a larger quantity of H|S and by a Unetr temperature: 
and the formation of the triralphlde is favored by a tnnaUer amount of HOI and a «maUer amount of H^S 
and a higher temperahtre ; and ** when a rapid current of H«S is passed into a solution of arsenic acid, 
AssSs alone is formed, although but slowly, if free HCl is present, and the liquid is kept warm. And 
when the fs&B Im pas/ted slowly into a solution of the free acid, or into warm acid solutions of arsenate, a 
secondary reaction takes place in two stages, along with the primary reaction mentioned above — 

2HsAs04 + 2H,S = 2HaA80s + S3 + 2H,0 
2HiAaO, + SH,S = Ab,S, + 6H,0 
For qnantitatlve estimation of arsenic acid in the form of a sulphide it is beet to convert it into ASsSti snd 
for this porpoee Buhbbm's method must be strictly adhered to.^* 
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rapidly than is done by hydrosalphuric acid, as arsenic sulphide, ^J^^ — 
readily soluble in excess of the reagent, as ammouium thioarseuate, (NH^),- 
Aa8«. 

ThlosulphateB react as with arsenious compounds (459), free sulphur 
being separated. 

When the precipitate of As.S, + S, is dissolved by alkali sulphides, 
thioarsenates are formed, as K^AsS^, potassium orthothioarsenate, K^As.S,, 
potassium pyrothioarseuate, and NH^AsS,, potassium metathioarsenate. 
Thus: 

ABsSa + 89 + 8(NH«),S = 2(NH«)tA8S4 

Dilute ammonium hydroxide, and ammonium carbonate, however, dissolve 
the arsenious sulphide as thioarseuite and arsenite, leaving the free sulphur 
undissolved. 

478. Magnesium salts with ammonium chloride, and free ammonium 
hydroxide, precipitate ammonium-magnesium arsenate, MgNH^AsO^, white, 
easily soluble in acids (distinction from arsenites). The reagents should be 
first mixed together, and used in a clear solution — ''the magnesium mix- 
ture " — to make sure that enough ammonium salt is present to prevent the 
precipitation of magnesium hydroxide by the ammonium hydroxide. The 
precipitate forms slowly and with ciystallization, but completely. Gc^npare 
with the corresponding ammonium magnesium phosphate (79). 

479. Solution of barium hydroxide precipitates solution of arsenic acid partially, 
and solution of alkali arsenates almost completely, as barium arsenate, BaHAaOi, from 
dimetallic solutions, and Ba,(As04)a from mono-metallic. The precipitate is sparingly 
soluble in water. If ammonium hydroxide is added with the baryta, the ammonium- 
harinm arsenate, BaNHiAaOi, is precipitated, insoluble in water, and not made soluble 
by ammonium salts or by ammonium hydroxide (distinction from arsenites). 

The tri- and di-metallic calcium arsenates are insoluble in water ; the ammonium 
calcium arsenate, OaNH4A804. is sparingly soluble. 

480. Salts of the third and seoond group metaUi precipitate solutions of arsenic 
acid but slightly, but precipitate solutions of tri-metallic and di-metallic alkali arsenates 
completely (as, respectively, tri-metallic and di-metallic arsenates)— in accordance with 

the solubilities of arsenates stated in 475. 

481. SilVer nitrate solution precipitates neutralized arsenic acid as w7iw arwna/e, 
AgsAiO*, reddish-brown ; the solubilities and conditions of precipitation being the same 

M for the arsenite (460). 

Copper sulphate solution precipitates solutions of arsenates as copper arsenate, 
OnHAiOi, greenish-blue, the solubilities and conditions of precipitation being the same 
as for the arsenites (461). 

482. Ferric salta, with alkali acetates, precipitate, from solution of arsenic acid, 
or from acidulated solution of arsenates, ferric arsenate, Pe,(A80«)a, yellowish- white, 
insoluble in acetic acid (compare equation in 216). Ferric salts alone precipitate, from 
<limetallic arsenates, two-thirds metallic ferric arsenate, PeaHi(As04)s. 

483. Ammoninm Molybdate, (NH4)«Mo04, in nitric acid solution, gives a yellow 
ptecipitate of ammonium arsenio-molyhdaU, of variable composition. Compare Phospho- 
Diolybdates. 
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484. Redaoing ag«ntf change arsenic compounds either into arseniotM compounds 
only, or into elemental arsenic. Snlphnroiu aoid and sulphites (a), thiosnlphalM (6)» 
hyjMphosphitas (e\ oxaUo aoid (i), stannona salts (fi) and (/), and ferroiia salts in con- 
centrated hydrochloric acid solution at 132"* C. (y), reduce arsenic acid to arsenious acid 
without further change ; also, the precipitation of arsenic acid as arsenious sulphide in. 
Yolves reduction by hydroaulphurio aoid— a reduction precisely corresponding to that 
of ferric salts in their precipitation as ferrous sulphide. For the study of reductions of 
pentad arsenic, see 490 and Part 11. 

a. HiAa04 + Bs80» = BtAaOi + H«80« 

h. 2HsAaO« -H 2Nat8sOi =: 2HtAsOi + 2Na,804 -h 8t 

e. 4H>AsO« + SNaHtPO, + 5HOi = Aa4 + 5Na01 + 6H,PO« + 6H,0 

d. HaAsO« + HtO«04 = HtAaOt + HaO + 2CX>t 

e. HsAs04 + 8n01« + 2H01 = HaAaOa + 811OI4 + BiO 
/. 4H,AbO. + 68&01, + 12H01 = Aa« + 68DOI4 + 12H,0 
g, HsAaO« + 2Fa01t + 5H01 = Fet01« + 4HtO + AaClt 

486. By reaction g^ of the preceding paragraph, we are enabled to remove the ar- 
stfiic in arsenic acid, from mixture of non- volatile inoi^ganic salts and acids, by diatilla^ 
tion of anewiouB dUortida— aa disected for arsenioiM acid, in paragraph 474. lu presence 
of water, neither heat with hydroohlorie and alone, nor ferroos salts ijrithout heat, cun- 
vett arsenic acid to arsenious chloride. The fajrdrvi^loric acid should be as strong as 25 
per cent. ; otherwise, sodium chloride and concentrated solphMric acid should be used 
instead. 

486. Arsenic acid vaporizes by decomposition at a low red heat (as staled in 476); 
but, in absence of reducing agents, the arsenates of the alkali metals bear foil IgaMoft 
without change. In the removal of organic matter by combustion, excess of potassium 
nitrate must be added to counteract the reducing influence of the carbon. After fusion 
as sodium arsenate, antimony is separated by insolubility, according to the plan given 
under antimony. 

487. The reducing agents which separate metalloidal arsenic from arsenioiis com- 
pounds, effect the same result with arsenic acid, though not quite so readily. The ana- 
lytical methods described in 463 to 475, inclusive, have all been given for arsenious and 
arsenic oxides alike. In solution of arsenic acid in water, without other acid^ sine and 
other metals do not effect reduction, but are dissolved as acid arsenates with evolution of 
hydrogen : 

Zn + 2H«Ai04 = ZnH«(As04)« + H, 

488. The reactions dislingtUshing between arnenious and arsenic acids 
have been described : action of arsenious acid as a reducing agent, 475 ; the 
precipitation of ammonium eartli-metal arsenates, 478 ; of arsenio-molyb- 
date, 483 ; the slow precipitation of arsenic acid by hydrosulphuric acid, 
477 ; the colors of the silver salts, 460 and 481, and of the copper salts, 461 
and 481. 

489. Estimation.— (1) As Pb,(AsO,),. To a weighed portion of the 
solution, containing arsenic acid, a weighed amount of PbO is adderl. 
After evaporation and ignition at a dull red heat it is weighed as Pb,(A80,),. 
Tlie weight of the added PbO is subtracted from the residue, and the 
difference shows the amount of arsenic present reckoned as Aa^O^. (2) It 
is precipitated by MgSO, in presence of NH.OH and NH.Cl, and after dry- 
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ing at 103** 0. weighed as MgNH.AsO, + H.O. (3) The MgWH^AsO, is 
converted by ignition into Mg,A8,0,, and weighed. (4) The solution of 
arsenious acid containing HCl is precipitated by H,S, and the excess of H,S 
removed by CO, ; and after removal of the free sulphur, if any is present, 
by CS„ the precipitate is weighed as As,S,. (5) Uranyl acetate, in pre- 
sence of ammonium salts, precipitates NH^UO,AbO^ ; by ignition this is con- 
vei-ted into uranyl pyroarsenate (XJ0,),A8,0„ and weighed as such. (6) Volu- 
metrically: As'" is converted into As^ by a graduated solutiou of I in pre- 
sence of NaHCO,. The eud of the reaction is shown by its giving a blue 
color to starch. (7) As'" is oxidized to As^ by a graduated solution of 
K,Cr,0„ and the excess of K,Cr,0^ determined by a graduated solution of 
FeSO^. (8) As'" is converted into As^ by a weighed quantity of K,Cr,0, 
with HCl, and determining the excess of CI by KI and Il'a,S,0,. Very 
mauy other volumetric methods have been recommended. 

490. Oxidation. — As^ and As'" ai'e reduced to metallic arsenic (As°) 
by fusion with CO, with free carbon or combined aa H,C,0^, HCN, etc 
By SnCl, and H,FO, in strong HCl solution ; also with greater or less com- 
pleteness by some free metals, such as Cu, Cd, Zn, etc* ; snd in presence of 
any free acid which will generate hydrogen with the metal the arsenic is 
still further reduced to A8"*"'H,. In solution As^ is reduced to As'" by 
H,C,0^, H,PO„ H,S, H,SO„ HI, HCN8, etc. Arsenious hydride (As-'"H,) 
is oxidized to As"* by H,SO„ H,SO^, and HIO„ and to As^ by HNO,^ 
HNO„ a, and Br (H. B. Parsons, Chem. News, 35, 235). As'" is oxi- 
dized to As^ by HNO„ CI, HCIO, HCIO,, Br, HBrO,, and HIO, ; also in 
the presence of an acid, such as dilute H,SO^, by PbO„ H,CrO^, and by 
compounds of Co, Hi, and Mn which have more than two bonds ; and in 
alkaline mixture by I, PbO„ Ag,0, Hg,0, HgO, CuO, K,CrO^, etc. See 
also Part II. 

ANTUiiOinr. Sb = 119. 955. 

491. Specific gravity, 6.697 (Schroder, 1859). Melting point, 432° C. 
(809** F.) (Carkelley and Williams, 1879). Valence, a pentad in Sb%0., 
and a triad in Sb"'^0,. . According to oartefa^ton valence, it is zero in me- 
tallic antimony (Bb°); and in antimonious hydride it is a negative triad 
(Sb-'"H,). 

492. Ocourrenoe. — ^Pound native, but more commonly as stibnite 
(8b,S,). Also found as valentinite, Sb,0,. And in very many minerals 
usually combined with other metals as a double sulphide. 

498. Preparation. — The ore is converted into the oxide by roasting, 

and then reduced by fusion with carbon. (2) The sulphide is fused with 

charcoal and Na,CO, : 

2Sbt8t + 6Na,OOt + SO = 4Sb + BNasS + OCOa 
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(3) It is reduced by metallic iron, 8b,S, + dFe = 2Sb -f 3FeS. To sepa- 
rate it from other metals with which it is frequently combined requires a 
special process, according to the nature of the ore. 

494. Properties. — A lustrous, bluish-white, brittle, and readily pulverizable metal, 
fusible at 432° C, and slowly volatile at a white heat. — It is but little tarnished in dry 
air; in moist air it ozidisee slightly, with formation of a blackish-gray mixture of metal 
and antimonious oxide ; when melted, it oxidizes quickly, and at a red heat it bums with 
A white light, and white, inodorous yapors— the formation of the antimonious oxide, 
8b40e.— Boiling concentrated hydrochloric acid slowly disaolves powdered antimony (a), 
but when in the compact state it resists that acid ; boiling concentrated sulphuric acid 
slowly conyerts it into antimonious sulphate with eyolution of sulphurous anhydride (6); 
nitric acid rapidly oxidizes it, the dilute acid forming chiefly antimonious oxide (c), the 
concentrated forming mostly 8bt04 and antimonic anhydride (d>^these oxides being in- 
soluble in the dilute, slightly sojuble in the concentrated acid ; nitro-hydrochloric acid 
rapidly converts the metal into soluble antimonious chloride and insoluble oxides (e); but 
if the nitric acid be added to the hydrochloric acid in very small portions during the 
solution, only the antimonious chloride is formed (/). Sb01» is formed by distiUing 
SbOls in a stream of dry chlorine. Boiling solution of tartaric acid slowly dissolves pre 
cipitated antimony {g). Alkalies do not dissolve it. 

a. 28b + 6H01 = 2Sb01s + 3H, 

b, 28b + 6H,80« = 8b,(804)s + 6H«0 + WO% 
e. 4Sb + 4HNOs = Gb.Ot + 2H,0 + 4NO 

d. 6Sb + lOHNOt = d8b,0» + 5BtO + lONO 

and 68b + SHNO. = 88b,04 + 4H,0 + 8NO 

6. Sb + sen = 88b01a, then, with a part of this solution : 

48b01. + 6H,0 = 2Sb,0. + 12H01 
also : 2Sb + 501t + 5HaO = 8baOe + lOHOl 
/. 28b + 801, = 28b01s 
g, 28b + H,(0«H40.) + 2H,0 =: (SbO),(04H«0») + 3H, 

405. Oxides. — Antimony foims three oxides — Sb,0,, Sb,Oj, and Sb,0,. 

Antimonious oxide (Sb^J is formed (1) by the action of dilute HNO, 
upon Sb; (2) by precipitating SbCI, with Wa.CO, or by NH.OH ; (3) by 
dissolving Sb in concentrated H,SO^ and precipitating with Na,CO,. Its 
vapor density is 286.5. Hence the molecule is supposed to be Sbp., not 
Sb,0, (V. and C. Meyek, 1879). Sb'" sometimes acts as an acid, but more 
commonly as a base. Antimonic oxide (Sb,Oj is formed by treating Sb, 
Sb^O,, or Sb,0^ with concentrated nitric acid. A diantimony tetroxide 
(Sb,OJ is forme<l when Sb or its other oxides are heated in oxygen or in 
the air, the triad gaining oxygen and the pentad losing it. The antimony 
in this compound is probably not a tetrad, but a chemical union of the 
triad and the pentad : 

28b,0« =r 28b"'8bv04 = Sb,0..8b,0» 
496. Beactions of Antimonious Salts. — Antimonious oxide is slightly 
sohible in water, insoluble in alcohol ; freely soluble, by full or partial com- 
bination, in aqueous solutions of tartaric (a), hydrochloric (J), and other 
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acids, not in nitric acid ; soluble in strong solutions of alkalies. The 
chloride is very deliquescent, and freely soluble in water acidulated wiih 
hydrochloric acid or with tartaric or citric acid, soluble in aqueous solution 
of sodium chloride, and soluble in alcohol. The brmnide requires tolerably 
concentrated hydrobromic, and the iodide quite concentrated hydriodic 
acid, for solution. The sulphates require moderately concentmted sul- 
phuric acid for solution (compare 326 ; and see, further, 497). The tartrate 
is soluble in water without acidulation ; the potassium antimonious tar- 
trate, soluble in water and in glycerine, insoluble in alcohol. 

a. Sb40» + 2H,(04H40«) = 2(8bO).(0«H40.) + 2H,0 
h. 8b40« + (12 + n)H01 = 4Sb01. + 6H,0 + nHOl 

In analysiit, antimony sulphide is separated, with arsenic and tin sul- 
phides, from other second-group precipitates, by solution in ammonium 
sulphide. The separation from arsenic and tin is effected through antimo- 
nious hydride (504 and 506). 

497. Water decomposes the acidulated solutions of antimonious salts, 
with precipitation of a portion as basic salt, and the separation of acid, 
which, restoring the acid strength lost by dilution with the water, holds 
the other portion of the original salt in solution. In solution of the chlo- 
ride, 8bCl„ the basic salt precipitated by water is the white antimonious 
oxychloride, SbOCl, " Powder of Algaroth " : 

SbOla + HtO = SbOOl 4- 2H01 

The composition of the precipitate is variable, however, each addition 
of water removing more hydrochloric acid, and leaving the precipitate 
nearer to the normal oxide. For example : 

SSbOli + 4HaO = Sb,0401 + 8H01 

The precipitate is soluble in tartaric acid (distinction from bismuth, 
358). In presence of sufficient tartaric or citric acid, water does not de- 
compose antimonious chloride ; the tartrates of antimony, and of antimony 
and potassium, being dissolved by water without decomposition. The 
water solution of tartrate is liable to precipitation of basic salt by hydro- 
chloric, sulphuric, and nitric acids. 

498. Solutions of the fixed alkali hydroxideB precipitate, from the 
acidulated solution of antimonious chloride or of other inorganic antimoni- 
ous salt, in absence of tartaric and citric acids, the white and bulky a7itt' 
monious oxide, Bb^O,, quite readily soluble in excess of the reagents, more 
quickly by heating; soluble in solution of fixed alkali carbonates when 
heated, but scarcely at all in the cold ; insoluble in ammonium hydroxide. 
The precipitate is slightly soluble in water, and becomes crystalline after 
warming, if no alkali hydroxide is present. It dissolves readily in solution 
of tartaric acid (496 a), also in that of potassium hydrogen tartrate (a). 

The solution of antimonious oxide by alkalies is due to its combination with them, 
acting as a feebly acidulous anhydride and forming cmtimonittB, which are found to be 
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monobasic, so far as capable of isolation (ft). Sodium antimonite, NaSbOsi is tke most 
stable and least soluble in water ; potassium antimonite, KSbOa, is freely soluble in 
dilute potassium hydroxide solution, but decomposed by pure water. By long itaadlng 
(24 hours), a portion of the antimonious oxide deposits from the alkaline solution, and 
the presence of alkali hydrogen carbonates causes a nearly eomplete separation of that 
oxide (equation c^ 499): , 

a. 8b«Ot +• 4KH(04H40fl) = 4K8bO(0«H«0«) 4- 2BtO 

b. 48b01, + 12KOH =: 8b«0« + 12X01 + 6B,0 

8b«0« + 4KOB = 4XSbO. + 2B«0 
Or : SbOl. + 4KOH = K91>0« + 8S01 + 2H,0 

Ammonium hydroxide gives the same precipitate, Sb,0,, scarcely at 
all soluble in excess. 

409. The alkali oarbonates likewise precipitate antimonious oxide (a), 
soluble in a strong excess of the fixed alkali carbonates when warmed (h) 
(distinction from tin) ; insolable in excels of ammonium carbonate. The 
solution in fixed alkali carbonates deposits antimonious oxide on cooling 
and standing {c) : 

a. 4Sb01i + 6StCX>t = 8b«0« + ISKOl -¥ 600. 

h, Sbdi + 4KtCX>a + 2H,0 =: SSbOt -*> 3K01 + 4KHCOa 

c. 4K8bOs + 4XHOOt = 8b40« + 4KtOOi -f 8BiO 

600. HydroBiilphiirio aoid precipitates, from not too strongly acid- 
ulated solutions of antimonious salts, the orang^red afUimonious sulphide, 
8b,8, (hydrated), slightly soluble in pure water, insolable in water contain- 
ing H,8. In neutral solutions (tartrate) the precipitation is imperfect, non- 
acidulated solution of the potassio tartrate being only colored ; in strong 
hydrochloric acid solutions and in strong alkaline solutions, the precipita- 
tion is prevented. Alkali aulphides give the same precipitate, soluble in 
excess of the reagents (a), then reproduced by acids as antimonic sulphide 
(b). The antimonious sulphide is soluble in fixed alkalies {c) ; in alkali 
sulphides, more readily if they contain excess of sulphur (a), and quite 
difficultly in normal (colorless) ammonium sulphide; only slightly soluble 
in ammonium hydroxide, and scarcely at all soluble in ammonium car- 
bonate (distinction from arsenic, 459); slowly soluble by boiling solution of 
fixed aluili carbonate (d) (distinction from tin) ; soluble in hydrochlorie 
add, either moderately dilute or stronger (separation from arsenic, 459) (e): 
soluble in nitro-hydrochloric acid (/); insoluble in solutions of acid sul 
jthites ; left insoluble by nitric acid. 

In the solutions in alkali sulphidei, the antimonious sulphide exists as alkali tliio 
salt; thioantiinonate when from action of yellow ammonium sulphide (equation a): 

a. 2Sb,S, + (KNH4)3S, = 4(NH4),8bS4 + 6. 

b. 2(NH4),8b8« + eHOl = 8b,8» + 6NH4OI + 3H«8 
e. SbaS, + 4NaOH =5 Nas8b89 + NaSbO* + 2H,0 

d. 8b,S, + 2Na,00. = Na,Sb8s + Na8bOt + 200> 

e. 8b,8, + 6H01 = 28b01s + 3Hs8 

/. 28b,S, + soil = 48bOIs + 88s (dissolving as Ht804) 
or 2Sbt8s + IOOI9 + lOHtO =- 28b,Ot + 20HO1 + 88b 
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601. Thiosulphates— as NaaSaOs — likewise precipitate antimonioua sulphide (separa- 
tion of arsenic and antimony from tin): 

2Sb01, + 8Na,S,Os + 8H.O '= Sb,S, + dNa,S04 + 6H01 

602. PotaBsium cyanide gives a white precipitate. — Ferrocyanidea (in absence of 
t&rtaric acid) give a white precipitate, insoluble in acids. — Oxalic acid (in absence of 
tartaric acid) gives a white crystalline precipitate, forming slowly but completely. 
Potaaainm iodide with hydrochloric acid in antimonious solutions gives only a yellow 
color — ^no free iodine {distinction from antimonie acid), 

603. Antimonious oxide is reduced to the elemental state by agents, and with reac- 
tions, similar to those effecting the reduction of arsenious oxide. 

Stannona chloride, however, does not reduce it (distinction from arsenic). 
The metals ; magnesium, zinc, iron, cadmium, lead, tin, copper, and bismuth, pre- 
cipitate from antimonious solutions (in absence of nitric acid) the brown-black metallic 

antimony : 

2Sb01a + SZn = 28b -f SZnOl, 

If antimony be reduced from a dilute hydrochloric acid solution by zinc, on plati- 
num foil or in a platinum dish, the larger portion of the antimony is deposited as a brown 
or black adherent coaling or stain on the platinum, while a portion passes off as anti- 
monious hydride along with free hydrogen. The stain is removed by warm nitric, not 
by hydrochloric acid. In this test, tin deposits as a loose, spongy mass, soluble in hydro- 
chloric acid, and arsenic does not closely adhere to the platinum (470). 

604. If hydrogen be generated, more abundantly than in the operation 
last mentioned, by zinc with dilute sulphuric or hydrochloric acid, in a 
Marsh's apparatus, a smaller portion of antimony is deposited with the 
zinc, while antimonious hydride, SbH,, is obtained for examination (com- 
pare arsenic, 463): « 

8b«0« + ISZn + 12HsS04 = 12ZnS04 + 6H9O + 4SbHi 

SbOl, + 8Zn + 8B01 = SZnOla + SbH* 
506. Antimonious hydride burns with a luminous and faintly bhiish- 
green flame, dissipating vapors of antimonious oxide and of water (a) ; or 
depositing antimony on cold porcelain held in the flame, as a lustreless 
brownish-black spot (b). The gas is also decomposed by passing through a 
small glass tube heated to low redness, forming a lustrous ring or mirror 
in the tube. The spots and mirror of antimony are compared with those 
of arsenic in ^'6%. 

a. 48bH, + 60a = Sb^Oe + 6H,0 
h. 4SbH« 4-^ SOs = 4Sb + 6H,0 

606. When the antimonious hydride is passed into a solution of sil- 
ver nitrate, the silver is reduced, leaving all the antimony with the silver, 
as antimonious argentide, Ag,Sb, a black precipitate (distinction from ar- 
senic, whichenters into solution, 467) : 

SbHs + 3AgNO, = Ag,8b + 8HNO, 

If the precipitate be removed and washed free from undccomposed sil- 
ver salt (and arsenious aeid, if that be present), the antimony may be dis- 
solved out by boiling for sojiie time with concentrated solution of tartaric 
acid (494 g). Also, hydrochloric acid readily dissolves the antimony from 
Ag,Sb, though it cannot dissolve uncombined antimony. The solution 
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consists of antimonious chloride, leaving AgCL The solution may be 
tested for antimony by hydrosulphuric acid. Also, SbH, received in nitric 
acid changes to 8b,0^, insoluble in water (separation from As). 

607. All compounds of antimony are completely reduced in the dry way 
on charcoal with sodium carbonate, more rapidly with potassium cyanide ; 
the metal fusing to a brittle globule (compare 494). The reduced metal 
rapidly oxidizes, the white oxide rising in fumes, and making a crystalline 
deposit on the support. The same white oxide is formed on heating anti- 
mony or its sulphides in a glass tube, through which air is allowed to i^ass. 
The equations for redaction correspond to those given for arsenic in 471. 

508. The oxidation of antimonious compounds to antimonic compounds 
requires strong oxidizing agents ; that is, antimonious oxide is not a power- 
ful reducing agent. The action of nitric acid and chlorine has been stated 
in connection with metallic antimony (494 d and e). Silver oxide (509), 
gold chloride (510), chromic acid (511), and permanganates, oxidise anti- 
monious compounds, their reactions (especially the first-named) giving us 
delicate tests in diitinetion flrom aatimonio oomponndk For distinction of 
antimonic compoundsi see, also, the oxidizing action of auiimonic acid on 
iodides in 518. 

609. Solution of aUTcr nitrmto — ^with the potaaiiiim or sodium hydroxide solution 
of autimonious oxide, KSbOt — gives a black precipitate of argentous oxide, of metallic 
silver (see equation), insoluble in ammoiiiiiin hydroxide, and mixed with gray argentic 
oxide, which is dissolved out by the ammonia. II chlorides are present in the solution, 
the silver chloride produced will also dissolTo in ammonium hydroxide, leaving only the 
black metallic silver. Now, the alkaline antimona/e«, formed if antimonic compound 
was present in the substance taken in this test, precipitate white silver antimonate, w/k- 
hU in ammonium hydroxide (leaving still the evidence of antimonious compounds): 

KSbO, + Ag.O (see 411) = 2Ag + KSbOi 

Silwer nitrate, in add aolntion of antimonious chloride, precipitates SbaOi with 
AgOl, the latter dissolving in ammonium hydrozida, and leaving the former (no oxida- 
tion of the antimony being effected): 

4Sb01, + ISAgMOs + QH,0 = Sb«0« + 12Ag01 + 12HNOs 

In solution of potassium antimonious tartrate, silrer nitrate precipitates only silver 
tartrate, soluble in ammonium hydroxide, the antimonious oxide being held in solution 
as a tartrate. Thus: 

2K8bO(04H40.) + 2AgNO, = Ag,(0«H40,) + (8bO),(0«H«0«) + 2KNO. 

610. Solution of anxic chloride, AuOla, is reduced, in boiling (acid) solution of anti- 
monious chloride, to metallic gold, as a yellow precipitate, mixed with antimonic oxide 
as a larger bulk of white precipitate, unless much excess of hydrochloric acid is present to 
hold antimonic chloride in solution (515): 

4Aa01a -f SSbaOt + 6HsO = 4Aa + 88b,0» + 12H01 

611. Ohromio acid— obtained with KsOraOi -f 2H01 — is reduced to chromic »nlt, 
Or,OIfl, by acid antimonious solutions ; the liquid turning green, and antimonic oxide, 
SbaOft, being precipitated or loft in solution — as a sparing or abundant excess of acid is 
present (515). 
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612. Beaotioxis of Antihonic Salts. — ^Antimonio oxide, or anhydride, 
ifi a yellowish powder, bat slightly soluble in water ; soluble in conceutrated 
hydrochloric acid and iu tartaric acid, scarcely at all in nitric acid. Anti- 
monic chloride, SbCl., is completely decomposed by water ; the sulphide, 
Sb,S^ insoluble iu water. 

There are two hydrogen antimonates or aolds: aniimonic add, H«08biOft or 
RSbOt, monobasic ; and metantimonic acid (H90)aSbaOft or H48b40T, tetrabasic ; the 
former being produced when antimony is dissolved by excess of nitric acid (494 d\ or 
when an antimonate is decomposed by a stronger acid (515); the latter being formed in 
the decomposition of antimoiiic chloride by water. Free metantimonic acid holds 2HtO 
in addition to the basic water. 

613. Antimonic acid, HSbOs, is sparingly solable in water, reddens litmus, and 
dissolves in concentrated hydrochloric acid, or, slowly, in a large proportion of water 
acidulated with that acid; also in tartaric acid. It dissolves, by combination, with cold 
solution of potassium hydroxide, but not in cold solution of ammonium hydroxide. By 
fusion with potassium hydroxide it is changed to a salt of metantimonic acid, X4Sb90T. 
— MetatUimonie acid, H48b90i or (H30)sSb,0ft, is more soluble in water, in acids, and 
in ammonium hydroxide, than antimonic acid, into which it easily changes. 

614. Metantimonic acid forms two classes of salts — normal, as MiSb^OT, and acid 
salts, as BCtHsSbaOT. Normal potassium metantimonate, X48ba07, is made by fusing one 
part of KSbOi with about three parts of XOH. By treating this salt with water the acid 
salt, dipotassium dihydrogen metantimonate, XaHiSb^Oi, is formed. This salt is used 
to precipitate sodium salts. 

K,H,Sb,OT + 2Na01 = Na,H,Sb,0, + 2K01 
It is prepared by fusing antimonic acid with large excess of potassium hydroxide ; 
then dissolving, filtering, evaporating, and digesting hot, in syrupy solution, with large 
excess of potassium hydrate, best in a silver dish, decanting the alkaline liquor, and stir- 
ring the residue to gi-anulate, dry. This reagent must be kept dry, and dissolved when 
required for use ; inasmuch as, in solution, it changes to the tetrapotassium metanti- 
monate, which does not precipitate sodium. The reagent is, of course, not applicable in 
acid solutions. ^ 

615. Slight additions of water precipitate the concentrated hydro- 
chloric acid solntions of antimonic acid, or antimonic chloride, as tetra 
metantimonic acid, (H,0),Sb,0, or H^Sb,0, (512); the precipitate being 
sparingly soluble in the acidulated liquid. — ^Acids precipitate, from solu- 
tions of alkali antimonates and metantimonates, the corresponding anti- 
monic acid, HSbO, or H^Sb,0,. Tartaric acid prevents these precipitations. 

516. Hydrosulphiirio acid and sulphides precipitate the orange-col- 
ored antimonic sulphide, Sb,S^, having the solubilities stated for antimoni- 
ous sulphide in 500 — antimonic compounds forming in the solution. Both 
tetrabasic and tribasic sulphantimonates are formed. The typical, tribasio 

salts occur as follows : 

2Sb,,S» + 6(NH4)tiS, = 4(NH4)sSb84 + 88* (Compare 500 a.) 
2Sb,S» + 601, = 4Sb01, + 68, ( " 494 e.) 

Or 28b,8» + lOOl, + 10H,O = 2Sb,0» + 20HO1 + 58, 



134 Antimony, 

517. Antimonic acid is reduced to metal by all the reducing agents 
stated for antimonious oxide iu 503, having the same behayior with zinc 
and platinum, and in Marsh's test : 

8b,0» + 8(Zii + Ht804) = 8Zn80« + 5H,0 + 2SbH, 

Stannoufl ohloxide reduces antimonic to antimonious compounds, but, as stated in 
503, does not reduce the latter : 

SbClft + SnOls = SbOla + 8nOl4 

518. Antimonic acid is reduced to antxnwnious iodide by hydriodic acid, as follows 
(distinction from antimonious compounds, 502) : 

8b01» -f- 5KI = 8bla + It + 5K01 
If potassium iodide is added to hydrochloric acid solution of antimonic compounds, 
a dark brown precipitate of iodine appears ; if only antimonious compound is present, 
the solution is colored yellow, but remains clear. In both cases, free hydriodic acid is 
formed. If the proportion of antimonic compound be yery slight, the liberated iodine 
will still be revealed by its violet color in the subsiding layer, after agitation with carbon 
disulphide and subsidence. Of course, the liquid and the hydrochloric acid must be 
strictly free from uncombined chlorine, and the iodide must contain no iodate — ^that is, 
the two reagents must not precipitate each other. 

519. By ignition, in the absence of reducing agents, antimonic acid and 
anhydride are reduced to antimonious antimonate^ Sb,0,Sb,0^, or Sb,0^ ; a 
compound unchanged at a red heat, and obtained for quantitative deter- 
minations. 

620. The antimonates of the fixed alkali metals are not yaporized or decomposed 
wlien ignited in absence of reducing agents. Hence, by fusion in the crucible with soda 
and oxidizing agents — 1.«., with sodium nitrate and carbonate — the compounds of anti- 
mony, and of arsenic (486), are converted into non-yolatile sodium metantimonate and 
arsenate, Na48bsOT and NatAs04. If now the fused mass be digested and disintegrated 
in cold water and filtered, the antimonate it separated as a residue (NatH98btOT — 513), 
tohile the arsenate remains in solution with the excess of alkali. The operation is mudi 
more satisfactory when the arsenic and antimony are previously fully oxidized — as by 
digestion with nitric acid — ^as the oxidation by fusion in the crucible is not effected soon 
enough to retain all of the arsenic or antimony which may be in the state of lower 
oxides, sulphides, etc. If compounds of tin are present in this operation— and if the 
fusion is not done with excess of heat, so as to convert sodium nitrite to caustic soda and 
form the soluble sodium stannate — ^the tin will be left as stannic oxide, SnOi, in the 
residue with the Na«Ha8b30T. But if sodium hydroxide is added in the operation, the 
tin is separated as stannate in solution with the arsenic. A plan of separations is based 
on these facts. 

621. Estimation. — (1) Tartaric acid and water are added to Sbd,, 
which is then precipitated by n,S as Sb^S., and after washing on a weighed 
filter it is dried at 100° C. and weighed. If from any cause the precipitate 
contains free sulphur it is separated by heating in CO,. (2) Antimonious 
oxide, sulphide, or any oxysalt of antimony is first boiled with fuming ni- 
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trie acid, which converts it into Sb^O^, and then by ignition it is reduced to 
Sb,0^, and weighed as such. (3) The trichloride is precipitated by gallic 
acid, and weighed after drying at 100® 0. (4) Volumetrically. Sb'" is 
oxidized to Sb^ in presence of NaHCO, by a titrated solution of iodine. 
The end of the reaction is shown by the blue color given to starch. 
(5) Volumetrically. Sb'" is oxidized to Sb^ in presence of H,C^H^Og by 
K,Mii,0,. (6) Volumetrically. Sb'" is oxidized to Sb^ by K,Cr,0,, and 
the excess of K^Cr^O, used is determined by a graduated solution of FeSO^^ 
K,Pe,(ON),, being used to show the end of the reaction. 

622. Oxidation. — Sb~'"H, is decomposed by heat alone into Sb® and H 
(505). By burning in a limited supply of air it is oxidized to 8b® ; and 
with free access of air to Sb'", Sb^O^ being formed. Passed into a solution 
of SbCn, or of KOH, sp. gr. 1.25, 8b® is produced. Passed into AgNO,, 
SbAg, is precipitated. With excess of CI, Br, or HNO, in presence of 
water Sb^ is formed ; and with excess of SbH, metallic 8b® is precipitated. 
Excess of iodine with water forms 8b'" ; but with excess of 8bH, metallic 
8b® is produced. SbH, is also oxidized by HgCl^ K,Mn,0^9 etc. 

Sb'" is oxidized to 8bv by Ca, Br, HOlO,, HNO^ H,CrO,, K,Mn,0., etc. 
8b'' is reduced to Sb'" by HI and 8nCl, ; and both 8b^ and 8b'" are reduced 
to metallic 8b® by Zn, but in presence of a dilute acid, such as H,80«, 
Sb" '"H, is evolved. 

. TIN. 8n = 117.698. 

h^Z.— Specific gravity, 7.294 (Matthiessbn, 1860). Melting pointy 
232.7® C. (451® F.) (Pbrson, 1847). Boils between 1450® and 1600® C. 
(Cabkellby and Williams, 1879). Valence, a dyad in Sn'^Cl^ and in 
all stannous compounds ; a tetrad in 8n^Cl^, and in all stannic compounds. 

624. Oooorrenoe. — Barely found native. Its chief ore is cassiterite, or 
tin stone, a more or less pure dioxide, 8nO,. Less frequently found in tin 
pyrites^ Cu^8n8^ + (FeZn),8ii8^. Occasionally found as a silicate, and in 
small quantities in various minerals. 

525. Preparatioii. — The reducing agent employed is carbon. The im- 
pure ore, 8nO,, is first roasted, which removes some of the arsenic as Ab^O,, 
and some of the sulphur as 80,. Then, by washing, the soluble and some 
of the insoluble impurities are washed away, the heavier 8nO, remaining. 
It is then fused with powdered coal, lime being introduced to form a fus- 
ible slag with the earthy impurities. It is refined by repeated fusion. 
Strictly pure tin is best made by treating the refined tin with HNO,, and 
then reducing the oxide thus formed by fusion with charcoal ; or by reduc- 
ing the purified chloride. 

626. Properties.— A lustrous white metal, fusible at 2d2.r C. {AJiV F.), volatile 
(when not in contact with the air) at a white heat.— It tamiahes a very little ia pure air or 
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with moisture, l^nt more in air containing hydrosulphuric acid ; at a white heat it bnms 
in the air with a dazzling white light, and formation of stannic oxide; at a red heat it de* 
composes steam with evolution of hydrogen. — It diiaolwM with hydrochloric acid, slowly 
when the acid is dilute and cold, but rapidly when hot and concentrated — stannous chlo- 
ride and hydrogen being produced (a); in dilute sulphuric acid, slowly, with separation 
of hydrogen (b)\ in hot concentrated sulphuric acid, rapidly, with separation of sulphur- 
ous anhydride and sulphur (e); nitric acid rapidly conyerts it into metastannic acid, 
insoluble in acids (d); very dilute nitric acid dissolves it without*evolution of gaa as stan- 
nous nitrate and ammonium nitrate («); nitro-hydrochloric acid dissolves tin easily as 
stannic chloride (/), potassium hydroxide solution dissolves it very slowly, and by atmos- 
pheric oxidation (g)\ or, at high temperatures, with evolution of hydrogen (A). 

a. 8n -I- 2H01 = BnOl. 4- Rs 

h. 8n 4- H98O4 = 8n804 + Hi 

e. 8n -f 2Rt80« = 8aS04 + 2HtO + 80t, and then 
48n80« + 280, + 4H,804 = 48ii(804)s + 8, + 4H,0 

d. 158n + 20HNO, + 6H,0 ac 8Hio8n»Oi» -H 20NO 

0. 48n + IQHNO. = 48n(NO,), + 8H.O + NH4MO» 

/. 8n -f 201a = SnOlf 

g, 28n + 4KOH + 09 = 2Ks8nOB + 2HaO 

A. Sn + 2KOH = Ka8nOt 4- Bt 

627. Tin forms two stable oxides and corresponding olassei of lalti : stannous ox- 
ide, 8ii"0, and stannic oxide, 8ii""Oi; the latter acts both as a bam, in stannic com- 
pounds, and as an acidulous anhydride, in stannates of metals. Stannous compounds 
readily change to stannic compounds by contact with the air and by nearly all oxidizing 
agents (537), being themselves powerful reducing agents ; stannic compounds are not 
easily reduced to stannous combinations, being feeble oxidizing agents. In respect to 
the relative stability of its two classes of salts, tin resembles iron ; stannous salts, how- 
ever, are relatively less permanent than ferrous salts — in acconlance with the fact that 
stannic sulphide is formed, and ferric sulphide is not formed, in precipitation by sul- 
phides. 

628. STANNOITS oxide, hydroxide, sulphide, oxychloride, phosphate^ 
and oxalate are insoluble in water. The chloride requires quite strongly, 
and the nitrate moderately, acidulated water for solution ; the bromide, the 
iodide, and sulphate dissolve in pure water (326). 

Tin is separated, us a sulphide, with arsenic and antimony, from other 
second-group sulphides, by solution with yellow ammonium sulphide (555); 
from arsenic and antimony it is easily separated by reduction in Marsh's 
test (535). Stannous salts are distinguished by their reducing power (537). 

529. Water partially decomposes the acidulated solution of stannous 
chloride ; precipitating stannous oxychloride^ soluble in acids, the liberated 
acid preventing complete precipitation : 

28n01, -f H,0 = 8n,OCl, + 2H01 

The atmosphere causes, in solutions of stannous chloride, a precipitate 
of stannous oxychloride with formation of stajinic chloride ; a change whicli 
occurs in the reagent kept in bottles frequently oi>ened, and is retarded by 
presence of sufficient hydrochloric acid with metallic tin. 

6Sn01s + Os = 28na001s + 2SnOl4 
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630. The alkali hydroxides precipitate, from solutions of stannous 
salts, stannous hydroxide, Sn(OH),, white, readily soluble in excess of the 
fixed alkali hydroxides, as alkali stannite, K,SnO,, insoluble in ammoniuui 
hydroxide (distinction from antimony) : 

SnOl, + 2EOH = 8n(OH), + 2K01 

8n(OH)a + 2KOH = EaSnOi + 2HsO 
By boiling, the precipitate becomes anhydrous, SnO, without change of 
color. Boiling in strong potassium hydroxide solution, more quickly by 
the addition of a little tartaric acid, blackens the precipitate, which now 
contains metallic tin. 

2K3SnOi + HsO = Sn + KaSnOa + 2B:0H 
Alkali carbonates also precipitate stannous hydrate^ insoluble in excess 
(distinction from antimony). Barium carbonate precipitates all the tin a& 
hydroxide, in the cold. 

631. HydroBulphiiric acid and sulphides precipitate the dark-brown 
stannous sulphide^ SnS (a), hydrated, insoluble in dilute, soluble in mode- 
rately dilute acids, as stated below. Thiosulphates do not give a precipi- 
tate—distinction from arsenic (459), and from antimony (501). 

Sicmnaua sulphide is readily dissolved by alkali supersulphides, the yellow sulphides:,, 
with formation of thiostannates (6), from which acids precipitate the yellow stannic stU- 
phide (542) (e), bat the normal, colorless, alkali sulphides scarcely dissolve any stannous 
sulphide. Fotaasiiim and sodium hydroxides dissolve it as atanniies with thiostannites 
(d), from which acids precipitate again the brown «/annoti« sulphide (e); ammonium hy- 
droxide and the alkali carbonates do not dissolve it (distinction from arsenic, 459, and with 
fixed carbonates distinction from antimony, 500 d). It is not soluble by acid sulphites 
(distinction from arsenic, 459).— Hydrochloxio aoid dissolves it, as stannous chlori4e, with 
evolution of hydrosulphuric acid(/); nitro-hydrochloric acid — free ohlorine — as stan- 
nic chloride with residual sulphur (g); nitric acid oxidizes it to metastannic acid, without 
solution (separation from arsenic, 560). 

a. SnOla + HaS = SnS + 2H01 

h, SnS 4- (NH4),S9 = (NH4)9SnSi 

c. (NH«)aSnSi + 2H01 = SnS, + 2MH4OI 4- H9S 

d. 2SnS + 4KOH = K^SnOa + EvSnSa + 2H9O 

e. (K,SnO, + K^SnSs) + 4H01 = 2SnS + 4E01 + 2H3O 
/. SnS + 2H01 = SnOla + HsS (for SnS., see 542). 

g. 2SnS + 401s = 2SnOl4 + S3 

632. Potassium Iodide precipitates — from solutions not very dilute, as nearly neu- 
tral as possible and free from stannic salt — the yellow stannous iodide, Snis, sparingly 
soluble in water, more soluble in warm than cold water, and slightly decomposed by 
water with precipitation of variable, yellow, stannous oxy-iodides; slightly soluble in ex- 
cess of the reagent, the potassium stannous iodide being mostly decomposed by water, 
less in dilute solutions; soluble in hydrochloric acid, and in solution of potassium hy- 
droxide. With stannic salts in water solution, the iodides react as follows (see 539): 

SnOl4 + 4KI =r Snl« + 4E01 
And, simultaneously: Snl4 + 8H,0 = SnO(OH)s + 4HI 

633. Alkaline phosphates precipitate stannous phosphate, Sni>(P04)a, white, variable 
by conditions. — Oxalates precipitate stanrious oxalate, SnOs04, white.— Ferrooyanidea 
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give a white gelatinous precipitate ; texioyanides, a white precipitate (with stannic 
salts, no precipitate).— Oyanidai precipitate tiannous hydroxide^ with liberation of hy- 
<lrocyanic acid. 

684. Tin is reduced by Bino : from freely acidulated stannons or stan- 
nic solutions, as a gray spongy mass (Sn); from alkaline solntions, as lus- 
trous crystals. With zino on platinum foil or in a platinum dish, the tin 
reduced, from acid solutions, collects mostly on the zinc, does not stain or 
adhere to the platinum, and, however reduced, dissolves in hydrodiloric 
acid (526 a) (distinctions from antimony and from arsenic ; see 503). But 
reduction by metallic aluminium, or magnesiumy is much more prompt 
and satisfactory. 

636. In Marsh's Test for arsenic (463) and antimony (504), if tin is 
present, it will be deposited as a dark-colored powder, as stated in the pre- 
ceding paragraph, not adherent to the vine. Ai^senic is deposited early in 
the operation, and iSnally all removed .in the gas ; antimony is not wholly 
but is mostly removed, at the last ; tin, not at all. If all the zinc is per- 
mitted to dissolve while the acid is not expended, the deposit of tin will 
slowly dissolve in the dilute acid. Indeed, tin may be used instead of zinc, 
in Marsh's Test. With zinc present, the tin does not dissolve ; and after 
the arsenic has all been expelled in the gas, th$ tin may he rinsed away 
from the zinc by the wafer-jet, and dissolved with moderately concentrated 
hydrochloric acidy while any antimony present remains undissolved (526 a, 
and 494 a). The antimony may afterwards be quickly dissolved by nitro- 
hydrochloric acid, and tested. 

636. Before the blow-pipe, on charooal, with sodium carbonate, and 
more readily by addition of potassium cyanide, tin is reduced to malleable 
lustrous globules — brought to view (if minute, under a magnifier) by re- 
peated trituration of the mass with water, and decantation of the lighter 
particles. A little of the white incrustation of stannic oxide will collect on 
the charcoal near thejmass, and, by persistence of the flame on the globules, 
the same coating forms upon them. This coating, or oxide of tin, moist- 
ened with solution of cobalt nitrate, and again ignited strongly, becomes 
of a blue-green color. 

637. Stannous salts are oxidized to Stannic Salts by a large number of 
reagents (see 527). Stannous chloride is one of the most convenient and 
efficient of the ordinary, discriminative deoxidizing agents for operations 
in the wet way. As stannic chloride is soluble in the solvents of stannous 
chloride, no precipitate of tin is made by its reducing action; but many 
other dietals are so precipitated by reduction to insoluble forms. Thus : 

Mercuric chloride is reduced from solution, first to white mercurous chloride, and then 
to gray mtrcui^ (448 a); silver nitrate, to brown-black silver (420); anenio, from arsenic 
to arsenious compounds (468 e), and all soluble compounds to black precipitate of arsenie; 
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antimonio componnds, to soluble antimonioas compounds (517); bismuth salts, to mon- 
oxide (366); chromlo acid, to green chromic salt, left in solution; ferric salts, Xx) ferrous 
salts, left in solution ; auric chloride, to the violet precipitate of gold. Sulphurous an- 
hydride, in ordinary relations a strong reducing agent, serves to oxidize stannous chlo- 
ride; warm digestion with sulpliites and hydrocliloric acid giving a precipitate of SnaOioSs 
or SnSa, or evolving HsS, depending upon the amount of free HOI present. 

6Sn01i + 2Ha80t + 4HaO = Sn«OioSs + 12HC1 
6S11OI, + 2Ha80. + »H01 = SnSti + 5SnOl4 + 6H,0 
SSnOla + H,80s + 6H01 = SSnOU + H,S + dH,0 
Kitric acid changes stannous to stannic compounds, chiefly with formation of nitrio 
oxuie.— Ferricyanides effect the same change, with formation of farrocyanidea ; and 
permanganates, with production of manganoua salts. Many of these reactions are ap- 
plicable in diatinguiflhing Btannoua from stannic salts. A very dilute mixture of ferri- 
cyanide and ferric salt makes a delicate though not distinctive test for tin as a dyad. 

638. STANNIC oxide or anhydride forms two well-marked hydroxides or acids: 
Dannie add^ HaSnOs, and metcutannie acid, HioSUbOit (variable). Stannic acid is form- 
ed by precipitating stannic salts with alkalies (540) ; metastannic acid, by action of nitric 
acid on tin (526 d ). 

Stannic acid is inaoluble in water, but readily forms soluble stannic salts with hy- 
drochloric, sulphuric, and nitrio acids, and soluble alkali stannates with the alkali 
hydroxides, other stannates being insoluble. Metastannic acid is insoluble in acids, and 
does not form metastannic salts ; but dissolves in fixed alkalies, with formation of meta- 
stannates. 

639. The stannic oxide, hydroxide, sulphide, and phosphate are insol- 
uble in water. The chloride and bromide are scarcely at all decomposed by 
water ; the iodide, wholly decomposed by water (see equation, 632). The 
relations of stannot^ chloride, bromide, and iodide, to water, are each quite 
the reverse of the corresponding stannic haloids, as shown by comparison 
with 528. Stannic sulphate is decomposed by boiling its water solution. 
Stannic chloride and iodide are soluble in alcohol. 

640. The alkali hydroxides and oarbonates, and barium carbonate, 

precipitate, from solutions of stannic salts, stannic acid, H,SnO,, white ; 

soluble in excess of fixed alkali hydroxides and carbonates ; insoluble in 

ammonium hydroxide and carbonate (distinction from antimony). The 

alkaline solutions contain stannates : 

SnOl4 + 4KOH = H,SnOs + 4E01 +.H,0 

HaSnOi + 2KOH = K,8nOi + 2H,0 
8nOl4 + 2(NH4),OOi + H,0 = H,SiiOi + 4NH4OI + 2CO, 

HsSnOs + KsOOa = KiSnOa + HaO + OOi 

641. A peculiar precipitation of metastannic acid, HioSUftOia, is produced by most 
normal alkali salts, on boiling in concentrated solution. Thus : 

58nCl4 + 20Na,8O4 + 15HaO = Hxo8n»Ox6 + 20NaOl + 20NaH8O« 
58nOl4 + 2ONH4NO1 + 15H,0 = HioSnftOu + 2ONH4OI + 20HNOs 

642. Hydrosulphurio acid and sulphides precipitate stannic sulphide, 
8n8„ hydrated, yellow, having the solubilities given in 531 for stannot^^ 
sulphide, with this difference, that stannic sulphide is moderately soluble 
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in normaly colorless, alkali sulphides. With the stannic sulphide precipi- 
tate, yellow, we have these reactions, different from those in 531; the others 

being the same as with stannous sulphide : 

8nOl4 + 2Ha8 = 8a8« + 4H01 Ck>rresponding to 581 a. 

SnS, + (NH«).B = (NHOtSnSs " *' '' h. 

28nS, + 2(NH«)t8s = 2(NB4)s8n8s + 8t 
28n8t + 4KOB = KfSaOt + X«8ii8i 

+ H,8 + HiO *• •• " d. 

(KsSnOa 4- Kt8n8t + Bi8) + 4H01 = 

28iiS, + 4K01 + dH,0 " " " «. 

8nS, + 4H01 = 8ii01« + 2H,8 '< *' ** f. 

PhosphatM precipitate basic stannic phoaphate, 8nflO(PO«)t, white ; F e nro c yanides 
give a white, and fenioyanidsa no precipitate. 

Stannic salts are reduced to Stannous Salts by metallic tin or oopper. 

8nOl4 + 8n = 28n01i 

Concerning the reduction of stannic compounds to metal, see 534, and 
blow-pipe reactioni, 536. 

The behavior of stannic oxide in fusion with sodium hydroxide and 
carbonate — used in separation from antimony and from arsenic — ^ia de- 
scribed in 525. 

548. Estimation. — (1) Gravimetrically. It is converted into SnO,, and 
after intense ignition weiglied. (2) Volu metrically. To SnCl, add 
KN'aC^n^O^ and NaHCO,, then some starch solution and a graduated solu- 
tion of iodine, until a permanent blue coloration appears. (3) To SnCl, add 
slight excess of Fe.Cl,, and determine the amount of Fed, formed, by a 
graduated solution of K,]([n,0.. (4) Seduce to metallic tin^ then dissolve 
in Fe,Cl„ and proceed as in (3). 

8& + 2Fos01fl = Sii01« + 4Fe01t 

644. Oxidation. — Solutions of Sn^ and Sn" are reduced to metallic tin 
by Zn, Cdy Al, and Mg. Metallic tin reduces solutions of Bi, Cu, Hg, Ag» 
Pt, and Au to the metallic state. Sn" is oxidized to Sn*^ by free HNO„ 
HNO„ H,SO„ H,SO, (if hot), HCIO,, CI, HCIO, Br, HBrO,, I, HIO,, 
H,Fe,(CN),,. Also by Pb»^, Ag', (Hg,)", Hg", As^, (As'" in presence of 
HCl), Sb^ Cu", (Fe,)^, Fe^S Cr^S (Co,)% (Ni,)^, (Mn,)^, Mn'^, Mn^S 
and Mn^". As a rule, non-metallic acids must be free, or no action takes 
place. That is, in alkaline mixture they do not oxidize Sn" at ordinary 
temperatures. But metallic acids and the above-mentioned metallic forms 
oxidize Sn", both in acid and alkaline mixtures. Free 01, Br, and I act 
even more rapidly in alkaline than in acid mixtures. 
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646. Comparison of Certain Beaotions of Arsenic^ Antimony, and 

Tin. 

Taken as Arsenious Oxide, Antimonious Chloride, Stannous Cfiloride, or 

other soluble Compounds. 



H38 forms colored 
salphides, soluble 
in (NH4)s89. and in 
alkalies, reprecipi- 
tated by acias. 

NH4OH in excess. 

Zn and dilute H9SO« 



I>ifaitioii of saturated 
solutions. 



HNOt, concentrated, 
acting on the solids. 



As 



in 



As«8t, yellow, insolu- 
ble in HOI, solu- 
ble in (NHOaOO, 
(459). 



No precipitate. 



, (gas) (468). In 
AgNOa, forms Ag 
and HsAsOs (467). 



[,As04(475). Gives 
certain of the reac- 
tions of BaPOi 
(478). 



8b 



ni 



8baSa, orange, solu- 
ble in HOI, insolu- 
ble in (NH4),00, 
(500). 



8baOa» white (498). 

8bH, (gas) (504). In 
AgNOa forms A^a- 
8b, black precip. 
(506). 

SbOOl, white. Dis- 
solved by tartrate 
(497). 

8ba04 and SbaOa, in- 
soluble (494 d and 
608). 



8n 



n 



8n8* brown (8iiBa 
yellow), soluble in 
BOl, insoluble in 
(NH4)aOOa (581). 



8ii(OH)3, white (580). 
8n, a gray mass (535). 



8n,001,, white (529). 



[io8naOi», insoluble 
(526 d. and 587). 



SEPARATION OF THE METALS OF THE FIBST AND SECOND 

GBOUFS. 

646. The separation of the First-Orcnp metals — lead^ silver, and mer- 
cury of mercurous salts — from the bases of the Second-Oronp, by hydro- 
chloric acid, is complete for silver and mercury, but incomplete for lead 
(390). Lead could be separated from other second-group metals by sul- 
phuric acid in dilute solution ; but this applied to the original solution 
would also precipitate the fourth-group metals, and requires a different 
grouping of the bases, as by Zettnow's process (572). So it is identified, if 
abundant, in the first group, and then removed in the second group (after 
the separation by ammonium sulphide) by sulphuric acid. In removing 
lead as a sulphide, if hydrochloric acid is present, the solution should be 
quite dilute (390). 

547. Although the only insoluble metallic chlorides are the plumbic, 
argentic, and mercurous, yet hydrochloric acid may produce precipitates in 
certain solutions which contain no first group base. The following are 
some of the conditions in which this occurs : 
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a. An acid solution of antimony, bismuth, or tin, with some other acid than hydro* 
chloric, 4ind saturated with water, as far as possible without precipitation, on the addition 
of hydrochloric acid, precipitates the oxy chloride of the metal in question. These pre- 
cipitates are readily soluble in excess of the hydrochloric acid, but so is a very alight pre- 
cipitate of silver chloride (409). 

6. In a saturated solution of certain salts, as barium chloride, hydrochloric acid pre- 
cipitates the salt toithout chemical change ; the precipitate soluble in a small proportion 
of water. 

c. In solutions of higher sulphides, as NaaSt (459 e), and of thiosulphates, as Nat8»0» 
—these solutions having an alkaline reaction — hydrochloric acid forms a precipitate of 
nUphur, 

d. The solutions containing double eulphidee of alkali metals and arsenic, antimony^ 
tin (gold, platinum, molybdenum, iridium); doMe iodides ot bismuth, copper, and first- 
group metals ; double eyanidea of class (1) (see Part II.), and certain dotthle thiosul^ 
phaieSy are liable to precipitation in the first group. All these precipitates, except free sul- 
phur. AssSti ASfSei and those of first-group metals, are soluble in excess of the hydro- 
chloric acid. 

e. Ail the alkaline solutions of metallic oxides, as potassium zincate, are precipitated 
at the neutral point in the addition of acids. 

/. Alkaline solutions of antlmouic, silicic, boracic (tungstic, molybdic, tantalic, and 
niobic) acids; also of bensoic, salicylic, uric, and certain other organic acids, are precipi- 
tated by acidulation with mineral acids, many of the predpitates being soluble in hydro- 
chloric acid. (Thallious salts are precipitated as chloride.) 

g. Acidulation with hydrochloric acid may induce changes of oxidation or reduction,, 
which, in certain mixtures, result in precipitation. 

If the solution taken for the grouping of the bases has an alkaline reac- 
tion, it cannot contain a normal salt of a first-group base ; it may contain 
a basic lead salt, or one of the compounds noticed in c, d, e, or/. 

If the first-group precipitate be more than very slightly soluble by far- 
ther addition of water or of hydrochloric acid, it should be so dissolved be- 
fore proceeding with the analysis. If the precipitate is colored, or if it is 
found not to accord with the reactions of any of the first-group bases, it 
should be treated separately, as a solid substance taken for examination. 

648. Tiie separation of the Firat-Oronp bases from each other, according 
to the Table given in Part III., is exceedingly simple. PbCl, is dissolved 
in abundance of hot water ; AgCl, in ammonium hydroxide ; while Hg,CI^ 
is left insoluble in a characteristic black form, as NH,Hg,Cl. 

If the lead chloride is not all washed out with hot water, the ammonium 
hydroxide will change it to insoluble basic salt (387), and leave it with the 
mercury on the filter. 

Let it be observed, if the first-group precipitate contains but one base, 
the action of ammonium hydroxide determines which it is ; lead chloride does 
not change color ; silver chloride dissolves ; mercurous cliloride blackens. 

649. The presence of lead is easily ascertained in the dilute solution of 
its chloride. A portion of this solution is treated for the sulphate, accord- 
ing to the Table given in Part III., carefully avoiding excess of acid (389); 
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an illustration of the important relations of lead salts with sulphates. 
Other portions of this dilute solution give the more delicate test with hy- 
drosulphuric acid^ and the characteristic test with chromates^ and serve to 
illustrate the important relations with carbonates and phosphates ; but a 
more concentrated solution must be used in studying the precipitates which 
are soluble in excess of their precipitants — those by fixed alkali hydroxides, 
iodides, bromides, etc. (Concerning lead in second-group relations, see 
567.) Among the other tests made in study of first and second group 
metals, those involving reduction by metals and other agents should ne.ver 
be neglected. 

650. The presence of silver, in its ammoniacal first-group solution, is 
determined according to the Table by reprecipitation with nitric acid, as 
AgCl. This test is exceedingly delicate, provided too much alkali chloride 
is not formed in the solution (409). For small quantities, it is better to 
expel the excess of ammonium hydroxide by heat before adding the nitric 
acid, which must not be in excess. 

For fai-ther illustrative tests, reduce the chloride to metallic silver, either 
by zinc, set aside in the test-tube, or by stannous salts, or sugar with al- 
kali ; then wash the reduced silver thoroughly, and dissolve it in nitrio 
acid, as AgNO,. 

561. The remaining base, mercury, as the black nitrogen dihydrogen 
dimercurous chloride, for the farther tests in the wet way, may be obtained 
as soluble mercuric salt by solution in nitro-hydrochloric acid. Good evi- 
dence of the mercurous combination of the mercury has been obtained in 
the first-group precipitation, and in tlie color of the product with ammo- 
nium hydroxide ; but if the original solution is found not to contain other 
interfering metals, it may afterwards be used to obtain the distinctive reac- 
tions of mercurous salts with iodides, chromates, phosphates, etc. 

652. In the precipitation of the Second Oroup, the acidnlation requires 
attention. It must not bo omitted because of an acid reaction of the origi- 
nal solution, unless it is known that free mineral acid is present. It must 
be sufficient for the formation of arsenious sulphide (459), and not too 
strong for complete precipitation of antimonious sulphide (500 e). If the 
original solution is strongly acid — as after solution of dry substances by 
mineral acids — the excess of acid must be reduced by evaporation. Free 
chlorine i§ incompatible with the group precipitant, and if present must be 
fully expelled. 

568. Precipitates may occur in the second group, when no second-group 
metal is present. The precipitations by mere acidulation have been ex- 
cluded by the first-group work, but the precipitation of free sulphur may 
occur, as follows : (a) with fading of a previous brownish-yellow tint, from 
ferric salts (214); (}) appearing with a green color, deeper than a pre- 
viously existing red or yellow color, or from nearly colorless solutions, due 
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to chromic acid (194 a); (c) from free chlorine, bromine, or iodine, liberat- 
ed by the dilate acid of the gronp reagents acting with chlorates, nitrates, 
bromates, iodates, hypochlorites, etc., of the original substance. Indeed, 
aeveral of these substances decompose bydrosulphuric acid without the aid 
of other acids. 

All the bases precipitated in the second group are thrown down as col- 
ored sulphides — ^vellow, orange, brown, or black — readily distinguishable 
from sulphur by the lighter color and the lighter specific gravity of the lat- 
ter. The precipitate of sulphur may be disregarded — except as an indica- 
tion of the possible presence of some of the oxidizing agents, and, with the 
ehanges of color mentioned in (a) and (6), especially indicative that iron or 
chromium will be found in the next group. 

564L It will be* remembered that pentad arsenic is not precipitated 
short of treatment with the bydrosulphuric acid gas for several hours (477). 
Unless this time can be tsJcen, the arsenic must be reduced to arsenioos 
acid — by sulphurous acid (484 a) or otherwise — or the systematic course 
of analysis may be departed from. In the latter case, the original solution 
may be used in Marsh's Test, if it do not contain nitrates or other oxidiz- 
ing agents ; or the reduction in the dry way (471) may be employed* 

666. The separation of the bases of the Seoond Oronp, according to the 
Table, Part III., begins with a division into three classes, by action of two 
solvents, yellow ammonium sulphide and moderately concentrated nitric 
acid. We have, in the precipitate sulphides : 

(1) Ai, 8b, Sn— dissolved as thiosaltB by (NH«)«8t. 

(2) Pb, On, Bi, Od— diasolved as nitrates by HNOt 
(8) Hs— dissolved as chloride by OL 

666. Before applying ammonium sulphide, the precipitate of sulphides 
must be washed clean of acid, and of all substances in the filtrate. Whether 
the digestion is performed on the filter, or in the test-tube or beaker, the 
amount of solvent should be as small as possible. 

The insoluble portion is filtered out, washed first with a little sulphide 
of ammonium, then with several portions of hot water, and set aside. 

It is first to be determined whether any base has been dissolved by the 
sulphide of ammonium. This may be done, in a small portion, by a drop 
of dilute acid ; if the precipitate be white, uncolored, either no sulphides 
of As, Sb, Sn were in the group precipitate, or they were in small propor- 
tion, and overwhelmed by the solvent. We place here together the repre- 
sentative equations : 

(NH«)«As,S» + 2H,80« = As,8« + 2(MH«),80« + 2H,8 
2(NH«),8bS« + dH,80« = 8b,8> (orange) + d(NH4)t80« + 8H»S 
(NH4)a8n8, + Ht804 = 8n8i (yellow) 4- (NH4),80« H- H,8 
(NH«)98, + H.8O4 = 8 (white) + (NH4),804 + H,8 
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It is eyidentl; easy to mask the color of the sulphides by an excessive 
proportion of free sulphur, some of which will always be present ; and, in 
case of any doubt, perhaps, as a general practice, it is better to proceed witli 
the ammonium sulphide solution, to the final tests for arsenic, antimony, 
and tin. 

657. There is this imperfection in the separation of As, Sb, and Sn, as 
sulphides, by ammonium sulphide : that copper as sulphide is slightly dis- 
solved by the same solvent (342). Acids reprecipitate the copper sulphide, 
generally as normal CuS, but sometimes as a liver-colored saper-sulphide, 
which, with excess of sulphur, has nearly the color of SnS„ or A8,S,. The 
amount of copper so dissolved and reprecipitated is small, and cannot sim- 
ulate notable quantities of arsenic, antimony, or tin.; but such a small loss 
of copper from the nitric acid solution of the group lessens the delicacy of the 
work for that metal. Therefore, it is especially important to ide7itify cop- 
per in the preliminary examination — by the bead or on charcoal if the 
substance is solid, and by the tint if in solution, and by the reduction on a 
atrip of clean iron (346). 

Now, the fixed alkali super-sulphides — N*aS, or K,S, — do not dissolve 
copper sulphide in the least, and they serve as solvents of the sulphides of 
As, Sb, and Sn, as well as ammonium sulphide ; but they dissolve mercuric 
sulphide to an extent that involves a greater imperfection in the separa- 
tions of the group than does the use of ammonium sulphide. However, if 
the preliminary examination shows mercury to be absent, it is better to 
use fixed alkali sulphide for the separation of copper from arsenic, anti- 
mony, and tin. 

' 558. Having removed the bases soluble as ammonium thiosalts from 
the rest of the group, we have to separate arsenic, antimony, and tin from 
each other. This may be accomplished in several ways by certain solvents, 
acting on the sulphides. And, to this end, the sulphides are reproduced ; 
the whole remaining alkaline sulphidic solution (556) being reprecipitated 
by an acid. If we employ separative solvents, we may choose between three 
{ih%)j\\z,\a7nmonium carbonate, A\%soWmg As.S, and leaving the other 
sulphides ; hydrochloric acid, leaving As^S, undissolved and dissolving the 
other two sulphides (500 e, and 542, last equation); and alkali sulphites, 
which dissolve A8,S, and leave the antimony and tin undissolved. Neither 
one of these solvents effects a strict separation, and more exact and satis- 
factory results are obtained by Marsh's operation (463); receiving all the 
gas in solution of silver nitrate (506), and treating the residue in the gene- 
rator for tin (535). This plan is the one given in the Table for the second 
group, Part III. 

659. The separation of arsenic by ammonixun carbonate, as a sol- 
^en,t, has been used in the following plan : 
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Sulphides Precipitated from the (NH J,S, Solution : As.S,, Sb,S^, SnS,, 

(S), (556). 

Digest with Solution of Ammonium Carbonate^ and Filter (457 d). 



Refidae : Bn8», 8b«8t, (8). 
Dissolve in hoi hydrcwhlorio acid (542, 516). 

Solution : 8n01«, SbOlt. 
I^eat with sino and hydrochloric add in pres- 



SolntloB: 

(NH4)4Aa,8ft + (NH«) JUsO» 

PreeipiicUe by hydrochloric add; 
filter ; wash tfie precipitate and dis- 
solve it by ohloriiia generated from 



(585). 



: Sn, (Sh). 

Dissolve by hydrochlo- 
ric add. 

Solution : SnOl*. 

(Residue. 8b.) 

Test by mereurie chloride 
(448 a). 

Examine by 545, etc. 



Oas: SbHa. 

(Test the spots, 466.) 



ence of Platinvm foti, in Marsh's apparatus « fninute fragment of potasnum 

chlorate and a little hydrochloric 
acid (459 e). 
Expel all free chlorine (463). 

Solution : HsAaOi 

„ . ^- . , Apply Marshes Test, as directed in 

Receive the g<u %n 8olu\ .^a t^^*- it * lAao^ - • 

lion of .Ut« nitrate. *^ "".'"^ ''t ^ " <^> ' ♦•'^"^ 
•' the gas m soltUton o/ silver nitrate, 

and testing the resulting solution 

(467). 

Examine the original solution, as in- 
dicated in 545, and the text. 



Dissolve the precipi- 
tate (AgsSb) (506), and 
test by HiS. 



Compare by 545. 



The plan above given may be varied by separating antimony and tin by ammonium 
carbonate in fully oxidized solution, as follows : The SbsSb and 8n8« are dissolved by 
nitro-hydrochloric acid, to obtain the antimony as metantimonic acid. The solution is 
then treated with excess of ammonium carbonate, in a vessel wide enough to allow the 
carbonic acid to escape without waste of the solution. 

The diammonium dihydrogen metantimonate, (NH4)9Bs8b90T, is formed. Mean- 
while the SnOli is fully precipitated as SnHaOs (equation in 540), and may be filtered 
out from the solution of metantimonate. 

The liability of failure, in this mode of separating antimony and tin, lies in the non- 
formation of metantimonic acid by nitro-hydrochlonc acid. The ordinary antimonic acid 
forms a less soluble ammonium salt, but this acid is not so likely to occur in dissolving as 
antimonious chloride, SbOla. Now, excess of ammonium carbonate does not redissolve 
the SbaOt which it precipitates from SbOlt, as stated in 499. 

560. Separation of Arsenic from Sb, Sn, Bi, Cu, and Hg, by treatment 
of their sulphides with strong Nitric Acid — the resulting nitrates being de- 
composed by heat.* The washed precipitate of sulphide is treated, in an 
evaporating-dish, with nitric acid of sp. gr. 1.2 or stronger, that which is 
brown by presence of nitrogen oxides being best, until brown vapors are no 
longer evolved. The mixture is then evaporated to dryness. If separation 



* Victor C. Vavghan : Amer, Chem,, vi. (1875) 41 ; vii. (1877), March. 
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from copper or bismuth is desired, the heat must be slowly increased (by 
use of a sand bath) to a temperature of 400° to 600° C.^ not reaching a red 
heat^ and in all cases insuring the expulsion of all sulphuric and nitric 
acids*. The residue is now digested witii hot water (for about ten minutes), 
and filtered. Solution: HjAsO^. Residue: Sb,0^ or Sb,0., SnO,, CuO 
and basic copper salt, Bi,0„ HgS. If copper and bismuth are to be sepu- 
ratedy the heat must be sufficient to vaporize sulphuric acid, which is neces- 
sarily formed. For separation of arsenic from antimony and tin, this is a 
convenient method, and gives exact results. The residue of antimony is 
soluble in nitro-hydrochloric acid ; that of tin^ slowly soluble in hot hydro- 
chloric acid. 

661. The solubility of arsenic sulphide (459 d), and the insolubility of sulphides of 
antimony and tin in solution of acid aodium sulphite^ furnish a basis for the following: 

Plan for Separating Arsenic Sulphide by Acid-Sulphites, and Antimony and Tin 

Sulphides, by Nitric and Tartaric Acids. ' 

After precipitation of the soiation of the thiosalts with dilate hydroetdoric 
add and some hydroeulphnric acid, and washing : 

Precipitate (a): AsaSs, SbsSa, SnSs, (free sulphur). 

TrBnater preeipltcUe (a) to a teB^tabe or bealcer, and digest at the boiling 
point, for some time, in a soiation of aodium €U!id ntlphUe with tite 
salpharooB acid. Filter, and wash the residue. 

Solution {b): NaAsO,, Na,8sOi: (NaHSO.) (459 d). 
Residue (c): S\hSt; SnSa (free sulphur). 

Acldolate toluHon (ft) with hydrochUnie add : add hydromlphuHe add^dsA 
digest, warm ; if a precipitate occars, treat it in an evaporating-dlsh 
with nitric add ; filter and wash from the excess of salphar ; concen> 
trate the soiation, and test it for arsenic by Bettcndorf's method (468), 
or by redaction with cyanide (471). 

Digest residue (c) with hot, concentrated nitric add in an evaporating-diah, 
and expel the excess of acid. 

Product {d)\ SbaOs; HioSuftOift (sulphur and HaSOO (494 d, 526 d). 

Treat the product {d) with hot soiation of tartaric add, and filter. 
Solution (c): Sb30904H40e; (excess of acids).— (496 a ) 
Besidue (/): HioSnsOit, as metastannic acid (sulphur). 

Test solution (e) with hydrosnlpharic acid (and hydrochloric acid) for anti- 
mony ; testing farther by dissolving the salphide, etc. 

Fose residue (/) with sodiam carbonate and cycmide, on charcoal, and ex- 
amine for tin (686). Dissolve in hydrochloric acid ; test with mercnric 
chloride, etc. 

662. If the (kcid solution of As, 8b, and Sn — ^prepared by dissolving the sulphides in 
hydrochloric acid with potassium chlorate — is treated with boiling solution of sodium 
thiosnlphate, the arsenic and antimony are precipitated as sulphides (459 and 501), the 
tin left in solution. 

The sulphides of As and 8b, so produced, may now be separated by hot solution of 
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sulphites with sulphurous acid, as directed for precipitate a, 561 ; learing the arsenic in 
solution, and the antimony as residue. 
We now have: 

Solution (a): BBOI4. (Precipitate by Ha8| also reduce with Zn and test.) 
Solution (6): NaAsOi. (Treat as directed for solution b, 661.) 
Residue (e): 8bt8*. (Dissolve in hydrochloric acid, and test.) 

663. The separation of As, 8b, and 8n, by fusion with sodium salte and oxidizing 
agents, is indicated in 520. It will be seen, from the statements at the close of that para- 
graph, that when 8nOt is fused with sodium hydroxide, a stannate of sodium (NasSnOa) 
is formed, which dissolves in water; but when fused with sodium carbonate and nitrate 
(at a heat which does not convert the latter salt to caustic soda), it remains as stannic ox- 
ide, insoluble in water. 

Now, the fusion of fully oxidized arsenic and antimony with sodium carbonate and 
nitrate (with or without caustic soda) converts both these elements into the (non-Tolatile) 
sodium arsenate and metantimonate — NaaABO« and NaaHaSbaOt — the arsenate soluble, 
and the metantimonate insoluble, in cold water. 

Hence, fusion of fully oxidized As, 8b, and 8n with sodium hydroxide, enables ns to 
separate antimony from arsenic and tin ; fusion, with sodium carbonate, etc., without 
sodium hydroxide, separating arsenic from antimony and tin. 

The fusion with sodium hydroxide requires a silver or nickel crucible. 



Separation of folly ozidlied Anenio, Antimony, and Tin, by fuicn with Sodi' 

Oarbonate and Nitrate, and Rednotion. 

The tnlphidefl precipitated by hydrochloric acid fK>m the BOlaUon of thio- 
salts are taken for oxidation. 

Precipitate (a): AsaSa; SbaSa; 8n8a (sulphur). 

Digest, in an evaporating dish, with hot nitric acidy in repeated poTtions, 
and evapomte to dryness at a gentle heat. 

Residue (d): HaAaO«; 8b,Oa; Hi oSnaOi a (free sulphur). 

Mix with one or two parts of ttodium carbonate, and two or three parts of 
todium nitrate ; /um (in a porcelain cracible), for some time, and nntll 
the mass Is quiet, at a heat not mnch above the fusing point of the mass. 
Pour the fused mass upon a cold slab ; pulverize, and digeat in cold 
water. Filter. 

Solution (c): NaaAs04 (sodium carbonate and nitrite). 
Residue (i): NaaHaSbaOt; SnOa. 

Acidulate solution ic) with acetic acid, and test It with magnesia miztare, 
etc., for arsenio* according to 478, etc. The varioas precipitated ar- 
senates may be collected, and with the remaining portion of solution 
(<;), submitted to Marsh's Test 

Treat residne (d) with concentrated hydrochloric add, hot, nntil dissolved. 
DUvte until the solution is sparingly acidnlated and transfer to a plati- 
num dish, or a porcelain dish with a piece otpltUinum foil (rinsing oat 
any white residue which may have been precipitated by the water), and 
proceed to reduce antimony and tin, tcith zinc, according to 508. 

Deposit (e): 8b (staining the platinum); Sn (not adherent). 

Rinse the dark, spongy precipitate from the zinc with water, and remove the 
zinc. Treat the precipitate and the stained platinum with hot, mode- 
rately concentrated hydrochloric acid. Treat the stained platinam 
separately, first with hot nitric acid, then with concentrated solution of 
tartaric acid. 
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Solution (/): SnOl.; ZnOlj. (Test for tin, with mercuric chloride.) 
Solution {g)\ Sb,Os04H40e. (Obtain the sulphide ; dissolve in solution of SsOOi— 
500 d.) 

If with the fosion, as abovey sodium hydroxide be added : 

Solution (e): NasAsO«; NaaSnO. (sodium hydroxide, carbonate and nitrite). 
Residue {d): Na4Sb90T and (by action of water) NasH,SbaOi. 

Acidulate eolation (e) with sulphuric add, and expel all nitrons gas, and con 
dact Marsh's Test for arsenlo ; examining the residue for tin, accord 
ingto585. 

Dissolve residue {d) with hydrochloric acid ; obtain the sulphide of anti- 
mony ; dissolve the latter, and test. 

564. The Second Portion of the second-group bases — obtained as stated 
in 555, and washed as specified in 556 — is dissolved in hot, moderately di- 
lute nitric acid. Oxides of nitrogen pass off, instead of hydrogen sulphide; 
and sulphur is left, together with the black mercuric sulphide, if any mer- 
cury is present. The solution occurs mostly with evolution of NO, and es- 
sentially as shown for copper and lead, in equations 342 a, and 388 a. 
Traces of HgS may dissolve ; and, if the nitric acid be strong and its ac- 
tion prolonged, more than traces of FbSO^ (white) mayibe formed, and left 
insoluble with the mercury — according to equation J, 388. Some, or all, 
of the lead sulphate may be dissolved by the strong nitric acid ; but, as the 
acid loses strength in the digestion and during filtration, it will precipitate 
from this solution. And it is even less soluble in dilute sulphuric acid, its 
precipitant, than in water. 

The excess of nitric acid is mostly expelled by evaporation, and water is 
added, but not sufficient to precipitate bismuth (358); and if a white pre- 
cipitate is seen to form on dilution, it is dissolved by sufficient nitric 
acid. 

665. The solution is now tested, consecutively: 

(a), with sulphuric acid (and alcohol) to precipitate lead ; 

(6), unless removed in first group, with hydrochloric acid to precipitate 
silver ; 

(c), with excess of -ammonium hydroxide to precipitate bismuth, white 

(359), 
to dissolve copper, blue (340), 
and to' dissolve cadmium, colorless (374). 

Tests (a) and {b) are each made in a small portion of the material ; if, 
by test (a), lead is detected, then lead is removed from the whole ma- 
terial by precipitation with sulphuric acid and filtration. The same course 
isp'ursued with test {b)\ and in ordinary analysis silver is never found in 
this group, being removed in the first group. This precaution provides 
against the addition of a large excess of mineral acids to the whole material, 
which will then be so greatly diluted by neutralizing with ammonium hy- 
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droxide that test (c) is of no value. And in case lead (and silyer) have to be 
removed, the filtrate shoald be evaporated to expel the excess of acid, then 
used for test ((?). 

566. Some analysts dissolve the sulphides, (2) 555, in concentrated 
nitric acid, then dilute and add dilute sulphuric acid (and alcohol) before 
filtration ; leaving the lead with the mercury — FbSO« with HgS. This 
residue is then boiled with ammonium acetate, which dissolves the lead sul- 
phate, as stated in 389, and leaves the black mercuric sulphide (with free 
sulphur) undissolved. 

667. In any case, the addition of alcohol renders the sulphuric acid test 
for lead much more delicate (389); but the alcohol must be added very 
sparingly, and with a full knowledge that cupric and other sulphates are in- 
soluble in alcohol, unless it be very dilute, aud these salts may be precipi- 
tated by its free addition. 

The formation of the yellow precipitate of lead chromate, from the white 
precipitate of sulphate (389), is a convenient confirmation. The solubility 
of the lead chromate in fixed alkalies distinguishes it from the yellow bis- 
muth cliromate (327), and the same reaction is a characteristic of the sul- 
phate (see 549). 

668. The precipitation by water, in this section of the group, is cha- 
racteri:;tic for bismuth (358). The reduction of the precipitated hydrate 
by sugar and fixed alkali, with black color (366), distinguishes bismuth 
from lead and from copper, the latter being thereby reduced with a reddish- 
brown color (346). 

669. Owing to the waste of oopper sulphide by ammonium sulphide, 
discussed in 557, a rigid analysis for this metal is most easily accomplished 
by examination of the original solution, or of the filtrate from the first 
group, by reduction with iron, or iron and platinum, according to 346. 

The reduced copper may be dissolved by nitric acid, for further reac- 
tions. 

670. The Table directs the test for cadmium, by hydrosulphuric acid, 
in the ammoniacal solution, which may contain copper or cadmium, or both. 
Now, both copper and cadmium are precipitated as sulphides in alkaline 
solutions (342 and 334); if the precipitate is yellow, it cannot contain much 
cupric sulphide; if it is black, it may consist largely of cadmium sulphide. 
But we have two agents capable of readily separating CuS from CdS 
(342): 

Solution of potassium cyanide dissolves CuS, and leaves Cds undissolved. 
Hot dilute sulphuric acid dissolves CdS, and leaves CuS undissolved. 

671. The separation of merciiry, by the insolubility of its sulphide 
with nitric acid (555, portion 3) is generally satisfactory, but it is not rigor- 
ously exact. There is usually an excess of sulphur with it, but the color of 
HgS is intense enough to blacken a large quantity of sulphur. This pre- 
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cipitate may be treated with carbon disulphide to dissolve away the free 
fiulphur; then dried, mixed with sodium carbonate, and sublimed in a 
small glass tube closed at one end (449), with good results. 

The solution with chlorine is generally tested by redtiction, most often 
with stannous chloride. Reduction requires, as a matter of course, that 
the excess of chlorine should first be expelled. 

The test by ammonium hydroxide (433 and 443) is exceedingly delicate 
for mercury — in either class of combinations — though, of course, not char- 
acteristic to the eye. It may be used, in any solution, to confirm the 
absence of mercury. 

572. Flan for separating the Bases without the use of Hydrosiilphiirio 

Add or Ammonium Sulphide.'^ 

The solution (a) mav contain salts of : 

I.—Pb, Ag, (Hga)" ; 
II.— C«,Ba, Sr; 
III.— NH4, N«,K; 
IV.— A8, Sb, Sn, Hg", Ou, Od, Bl; 
v.— Pe, Or, Al ; 
VI.— Mzi,Mg, Oo, Ni; 
VII. ~Zn. 

AM.hydrochioric add to the solution (a) ; agitate, filter, and wash. 

Precipitate (6): (FbOI,); AgOl; Hg.Ol,. 

Solution (c)i Salts in solution (a), except Ag and (Hga)". 

The lead in precipitate {b) ie separated by hot water and filtration, then pre- 
cipitated with Bulphnric acid, etc. The silver is dissolved by ammo- 
nium hydroande, and reprecipitated by nitric acid ; leaving the mer- 
oxary as a black residue, insoluble in ammonium hydroxide, but soluble 
in nitrohydrochloric acid. 

The solution (c) is treated with excess of dilute tulphurie acid ; the precipi- 
tate filtered out and washed. 

Precipitate {dy, OaSO^ ; BaSO« ; SrSOi ; (PbSO«). 

Solution («): Classes III., IV., V., VI., and VII., of solution (a). 

From precipitate (eO— the oalciom sulphate is dissolved by agitation with 
cold water^ and then precipitated by ammonium oxalate. See further, 
for calcium, under filtrate (it). Then, the lead sulphate is dissolved out 
by solution of ammonium tartrate with ammonium hydroxide, the solu- 
tion acidulated with acetic acid and precipitated by chromate. The resi- 
due— insolable in water and in ammonium tartrate— contains the ba- 
zliun and atrontlTun sulphates. [These may be separated by first 
transforming them into carbonates, by boiling with sodium carbonate, 
filtering, and washing out the sodium sulphate ; then dissolving the car- 
bonates in hydrochloric acid, evaporating to dryness, digesting in abso- 
lute alcohol^ and filtering. The residue of barium chloride, free from 
alcohol, dissolved in water, shonld be precipitated hy eolution qf stron- 
tium (tulphate. The alcohol solution (atronttiun chloride) may be 
tested for strontium with the^am^.] 

• Znrirow : POQgendorfs Annalen, 130, p. 824; Zeiteeh. f. anal. Chem., VI- (1887), 498 ; WatUi* Die- 
Nonary, First Supplement, 124. Arranged in tabular form by H. C. Bolton ; Amer. Chem.^ UL (1873), 458. 
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Solatlon («) is divided into a K IMrt and a ^ part. The amaUer part is tested 
for tlw alkalieSf as follows: 

Ammonia is detected in vapor, on adding excess of mAution <ff harium hy- 
droxidet and boiling. The hariom is then removed by precipitation 
with ammonium carbonate (or dilate snlphoric acid), filtering and ignit- 
ing the evaporated tUtrate. The residue is examined for imfariTiin 
and 00(1111111, by Jtame ooton^ both with and without blue glass. 

Tbe ^ part of solution («) has yet to be tested for classes IV., V., VI., and VII. : A% 
Sb, So, Hff", Ou, Od, Bi; Fe, Or, Al; BCn, Mg, Oo, Ni; Zn. 

This portion of solution («)— lef t with the exoess of snlpbnric acid from 
formaUon of precipitate {d)^iB treated with fine and a piece q^ ptaU- 
num foU in Marshes apparatue. The evolved gas is tested for arsenic 
and antimony— more perfectly by conducting it into solution of silver ni- 
trate, and proceeding as elfewhere provided. The ainc will reduce tlie 
remaining metals of the fourth class. 

Heat the generating flask ten or fifteen minutes, and filter. 

Deposit (/): Sb, Sn, B^, On, Od, BL 

Filtrate (g); Fo, Or, Al ; Bffn, Mg, Oo, Nl ; Zn (as sulphates). 

Deposit (/), well washed, is treated in an evaporating dish with Hnmg ni- 
tric add, and filtered. 

Solution (h): Nitrates of Hg, BI, On, and Od. 
Residue (»): (Sb,0»), 8nO,. 

Test half of solution (A) with stannous chloride tot Meronry. To the 
other half add hydrochloric acid, and boil; thtai add ejxesg qf sodium 
hydroxide. The precipitated hydroxides of bismuth, copper, and cad- 
mium are treated on the filter (after washing) with atnrnonium hydrox- 
ide and ammonium c/Uoride. The Mamath is left undissolved ;* the 
oopper and cadmiom in their ammonia solutions. The copper i» 
recognized by its color, and by precipitation with ferrocyanide, after 
acidulation. The cadmium is distinguished from copper by precipita- 
tion by sodium hydroxide in the anunoniacal solution.f 

Besidue (<) is washed, and boiled with hydrochloric acid, which dissolves 
the antimonic acid, and leaves the metastannic acid undisM>lved. The 
solution is tested with ptatinum and tine for antimony. The residue 
is dissolved, with action of nascent hydrogen, by hydrvchlortc add with 
dtic, and tested with mercuric chloride for tin. 

Treat filtrate (g) with nitric add, for oxidation. Test a small portion with 
thiocyanate, for iron. Treat the remaining portion with barium car- 
bonate (after neutraliaing with ammonia); digest for some time, and 
filter.^ 

Precipitate (j)i Ora(OH)6, Als(OH)6, with Fe9(OH)«, and excess of BaOOt. 
Filtrate (k): BSn, Mg, Oo, Nl ; Zn (as sulphates). 

Treat precipiUte (J) with dilute sulphuric acid, to remove the barium, and 
filter. Boil the filtrate to expel carbonic anhydride ; then boil with ex- 
cess qf sodium hydroxide, and digest with a little /x>^a«^um pertnangan- 
ale to oxidize the chromium to chromate. Test a portion of this soda 

^ The residue is dissolved in hydrochloric add, and the solution treated with much water, for the more 
certain determination of bismnth. 

t In case that much copper is present, the test for oadminm is better made as follows: The solution 
is strongly acidulated with hydrochloric add, and boiled; tlitn, while hot, treated with successive small ad- 
ditions of solution of sodium thiosulphafe, to completion of the black precipitate, the liquid being milky 
with sulphur. After filtration, the filtrate is tested by sodium hydroxide for cadmium. 

t If the presence of phosphoric acid is to be provided for, add sufficient /erric chloride, and digest be 
fore nentnlidjog and adding barium carbonate. 
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solution with lead acetate (after acidalation with acetic acid) for ohro- 
mium. Treat another portion with ammonium chloride in excess for 
precipitation of aluminiuin.* 

From filtrate (A) remove the bariom by adding a very slight excess of sul- 
phuric acid, and filtering; then add ammonium carbonate in slight ex- 
cess to precipitate manflranese, and filter. Test a portion of the pre- 
cipitate for manganese, by fusion with sodium nitrate and carbonate. 
Treat another portion for oaldiunt which escapes precipitate d, by add- 
ing ammonium hydrate to neutralize; then much ammonium chloride, 
and ammonium oxalate. To the filtrate, add eodium phosphate to preci- 
pitate znaffnesiam, and filter. Evaporate the filtrate to dryness; it 
may contain cobalt and nickel. Dissolve it in hydrochloric acid, and 
add potassium nitrite and acetic acid aud leave some houn to precipi- 
tate oobalty and filter. To the filtrate, add sodium hydroxide, for the 
precipitation of ni^rkftl. 

To test for lino (seventh dass), take a portion of solution («)— or prepare it 
anew from the original solution by treatment, successively, with sul- 
phuric and hydrochloric acids and filtration ; and warm with excess q^ 
sodium hydroxide, and filter.t The filtrate (sodium siucate) is nearly 
neutralize with ammorUc earbonaU, and treated with ammonic chloride 
as long as ammonia escape?, and again filtered. The last filtrate is 
tested i9\Vi potassium ferrocyanide for a precipitate of sino. 



aOLD. Au= 196.155. 

673. Specific gravity, 19.265 (MatthieSsbn, 1860). Melting pointy, 
1045^ C. (4064° F.) (Viollb, 1881). Valence, a monad in Au',0 and in aU 
anroas compounds. A triad in Au''',0, and in all auric compounds. 

674, Oocurrenoe. — Gold is usually found native, but never perfectly- 
pure, being always alloyed with silver, and occasionally also with other 
metals. It is found as gold-dust in alluvial sand, sometimes in nuggets, 
and sometimes disseminated in veins of quartz. 

575. Extraction. — Three principal methods are employed. (1) Wash- 
ing. Which consists in treating the well-powdered ore with a stream of 
water, the heavy gold settling to the bottom. (2) Amalgamation. Which 
consists in dissolving the gold in mercury and then separating it from tho 
latter by distillation. (3) By fusing with metallic lead, which dissolves the- 
gold, the liquid alloy settling to the bottom of the slag. The gold is after- 
ward sepai-ated from the lead by cupellation. The silver is separated from 
the gold by dissolving it in nitric or sulphuric acid. Or the whole is dis- 
solved in nitro-hydrochloric acid, and the gold precipitated in the metallic 
state by some reducing agent ; ferrous sulphate being usually employed. 
Another method is to pass chlorine into the melted alloy. The silver chlo- 
ride rises to the surface, while the chlorides of Zn, Bi, Sb, and As (if pres- 
ent) are volatilized, and the pure gold remains beneath. A layer of fused 
borax upon the surface prevents the silver chloride from volatilizing. 

* Slanganese, and even other metals belonging In filtrate k, may be precipitated from their sulphates by 
bariom carbonate, in absence of suffi^nt ammonium chloride. 

t Zettnow directs to " boil '* with the excess of sodium hydroxide, but this is liable to precipitate zinc. 
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676. Properties. — lu malleability and dactility it snrpaflses all other 
metals. 282,000 gold leaves ])laced upon each other form a pile only oue 
inch high. And one gramme may be drawn into a wire 3,240 meters in 

length. And one grain of gold will gild two miles of silver wire. It is 
sliglitly volatile at a very high temperature. According to Wiebe at 2240° 
C. (Ber,, 1879, 12, 791). 

Gold is not tarnished or affected by air or water at any temperatare, or by hydrosul- 
phuric acid. Neither nitric nor hydrochloric acid attacks it under any conditions; but 
it is rapidly atUvcked in vapor or solution by chlorine, dissolving promptly in nitro-hy- 
drochloric acid, as aurU chloride, AuOlt ; by bromine, dissolving in bromine water, as 
<iurie bromide, AuBts; and by iodine; dissolving when finely divided in bydriodic acid 
by aid of the air and potassium iodide, as potassium auric u)dide, KIAuIs (a). Cyanide 
of potassium solution, with aid of the air, dissolves precipitated gold as potassium auro- 
cyanide, KAii(ON)s (6): 

a. 4Au + 12HI + 4X1 + SO. = 4KIAnIi + 6H,0 

b. 4Aa + 8KON + O, + 2H«0 = 4KAa(ON). + 4SOH 

677. Gold forms two oxides: aurous, Au'iO, and auric, Au"'sOs; but forms no 
stable oxy-salts. It forms the two classes of haloid salts, corresponding to the oxides. 
The aureus chloride, AnOl, and other aurous salts, are either insoluble in water or decom- 
posed by water with partial solution and separation of gold, SAnOl = 2Aa + AnO!*. — 
The auric chloride, Audi, and bromide, are soluble in water; the iodide decomposed by 
water, wtth precipitation of yellow aurous iodide; the sulphide insoluble in water. There 
Are many double salts of gold and alkali metals, mostly soluble in water; double chlo- 
rides and iodides; aurocyanides, as NH4Au(ON)9, and auricyanides, as KAn(ON)4; and 
A sodio-aurous thiosulphate, NasAu(SaOi)fl, soluble in water. 

Gold is most readily separated and distinguished by reduction to the metallic state. 

678. Fixed alkali hydroxides do not precipitate solution of auric chlo- 
ride ; ammonium hydroxide precipitates, in concentrated solution, a i-eddisli- 
yellow ammonia aurate, (NHj^AUjO,, "fulminating gold."— Hydrosul- 
phiirio acid, whether hot or cold, dilute or concentrated, precipitates gold 
sulphide mixed with metallic gold or sulphur (V. Schrotter and Pri- 
woznik). The precipitates are insoluble in Hd and in HH"©,, even when 
hot, but soluble in nitro-hydrochloric acid. They are soluble both in yellow 
■and colorless ammonium sulphide, and m the sulphides of the fixed alkalies. 
According to Lbvol the precipitate formed by H,S is Au,S,. Soluble sul- 
phides precipitate Au,S, ; soluble in yellow ammonium sulphide. 

Potassium iodide, added in small portions to solution of auric chlo- 
ride (so that the latter is constantly in excess where the two salts are in 
•contact), and when equivalent proportions have been reached, gives a yel- 
low precipitate of aurous iodide, Aul, insoluble in water, soluble in large 
excess of the reagent; the precipitate accompanied with separation of free 
iodine, brown, which is quickly soluble in small excess of the reagent as a 
colored solution [AuCl, + 4KI = Aul + 3KC1 + I, with Bl]. But, on 
gradually addiiig auric cliloride to solution of potassic iodide, so that the 
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latter is in excess at the point of chemical change, there is first a dark-green 
fioluiiou of potussio-auric iodide, KIAiiI, ; then a dark-green precipitate of 
auric iodide^ Aul,, very instable, decomposed in pure water, more quickly 
by boiling ; changed in the air to the yellow aurous iodide. 

All reducing agents are oxidized by auric ciiloride, with precipitation 
of gold — at first of a brown to a violet color, acquiring, when triturated, the 
color and lustre which distinguish it in mass. The metalp, and all lower 
oxides and salts, reduce gold. Ferrous sulphate forms it in brown preci- 
pitate ; stannous chloride gives a purple precipitate, '^ purple of Gassius," 
Au,0, containing the oxides of tin : 

2Aa01« + OFeOla = 2Aii + SFe^Ols 

570. Gold is reduced from many of its compounds by light, and from 
all of them by heat — its separation in the dry way being readily effected 
by fusion with such reagents as will make the material fusible. Very 
small proportions are collected in alloy with lead, by fusion ; after which 
the lead is vaporized in '' cupellation,'' as described for silver. 

580. Gold ii separated, from its alloys with silver and base metals, by 
solution in nitrio aoid ; the gold being left as a black-brown powder — to- 
gether with platinum and oxides of antimony and tin. When the gold-sil- 
ver or gold-copper has not over 20 p. c. gold, nitric acid of 20 p. c. disin- 
tegrates the alloy, and effects the separation ; when the gold is over 25 p. c, 
silver or lead (three parts) must be added, by fusion, to the alloy before 
solution. (If gold-silver alloy contains 60 p. c. or more of silver, it is sil- 
ver-color ; if 30 p. c. silver, a light brass-color ; if 2 p. c. silver, it is brass- 
color.) 

If gold and other metals are obtained in solution by nitro-hydroohlorio 
acid, leaving most of the silver as a residue, the noble metals can be preci- 
pitated by zinc or ferrous sulphate, and the precipitate of gold, silver, etc., 
treated with nitric acid, which will now dissolve out any proportion of sil- 
ver not less than 15 p. c, to 85 p. c. of gold, and dissolve the baser metals. 
Concentrated sulphuric acid dissolves silver, and leaves gold. 

Oxalic aoid reduces gold from solution, not too strongly acid, slowly 
bnt completely. To the auric chloride, it is better to add both ammonium 
oxalate and oxalic acid. Platinum, palladium, and the second-group metals 
are not reduced by oxalic acid ; hence, whenever the systematic analysis of 
asolntion is made to include gold, this pietal should be tested for and re- 
moved by oxalic acid, before the first and second-group precipitations, 

581. Estimation. — Gold is always weighed in the metallic state, to 
which form it is reduced : (1) By ignition, if it contains no fixed acid; 
(2) by adding to the solution some reducing agent, usually PeSO^, H,C,0„ 
hydrate of chloral, or some easily oxidized metal, such as Zn, Cd, or Mg. 
Oold is also estimated volumetrically by H,C,0^ and the excess of H,C,0^ 
tised, determined by K,Mn,0«. 
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682. Oxidation. — Qold is reduced to the metallic state by very many 
reducing agents, among which may be mentioned the following : Pb, Ag, 
Hg, (HgJ ', Sn. Sn", As, As", AsH,, Sb, Sb ", SbH„ Bi, Bi', Cu, (Cu,) ', 
Pd, Pt, Te, Pe, Pe", Al, Co, Ni, (Cr,)^', Zn, Mg, H,C,0„ HNO„ P, H,PO„ 
H,PO„ PH,^ H,SO,, and a great number of organic substances. 



maJM. Pt = 194.416. 

688. Specific gravity, 21.60 (Devillb and Debrat, 1875). Melting 
point, 1775° C. (3227° F.) (Viollb, 1879). Valence, a dyad in Pt"0, and 
in all platinous compounds ; a tetrad in Pt^^O,, and in all platinic com- 
pounds. 

684. Oocurrenoe. — Found in nature only in the metallic state, gene- 
rally alloyed with palladium, iridium, osmium, rhodium, ruthenium, etc. 
The Ural Mountains furnish the largest supply of platint|m. 

686. Properties. — Pure platinum is softer than silver, but it genemlly 
contains iridium, which hardens it and increases its elasticity. In ductility 
it is surpassed only by gold and silver. It is a tin-white metal, nearly as 
lustrous as silver, fusible in the oxy-hydrogen blow-pipe flame, by which it 
can bo vaporized. It is obtained as a soot-black powder — '' platinum- 
black " — by reduction from solution of alkali and alcohol ; and as a gray, 
porous, slightly coherent mass — "platinum-sponge" — by ignition of am- 
monio-platinic chloride. Both these bodies are remarkable for adhesive 
power ; and both, by strong compression, become compact, malleable, and 
lustrous, in the ordinary form of the metal. Platinum is not affected by 
air or water, at any temperature ; is not sensibly tarnished by hydrosul- 
phuric acid vapor or solution ; and is not attacked at any temperature by 
nitric acid, hydrochloric acid, or sulphuric acid, but dissolves in nitro-hy- 
drochlorio acid, to platinic chloride, less readily than gold. 

686. The Preservation of Platinum Vessels requires that it be remem- 
bered: (1) That free chlorine and bromine attack platinum at ordinary 
temperatures (forming platinic chloride, bromide); and free sulpliur, plios- 
phorus, arsenic, selenium, and iodine, attack ignited platinum (forming 
platinous sulphide, platinic phosphide, platinum-arsenic alloy, platinic 
selenide, iodide). Hence, the fusion of sulphides, sulphates, and phos- 
phates, witJi reducing agents, is detrimental or fatal to platinum crucibles. 
The ignition of organic substances containing phosphates acts as free phos* 
phorus, in a slight degree. 

The heating of ferric chloride, and the fusion of bromides, and iodides^ 
act to some extent on platinum. 

(2) The alkali hydroxides (not their carbonates) and the alkaline 
earths, especially baryta and lithia, with ignited platinum in the air, gradu- 
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ally corrode platinum (by formation of platinites : 2Pt + 2BaO + O, = 
2BaO.FtO). Nickel crucibles are recommended for fusion with alkali hy- 
droxides. 

(3) All metals which may be reduced in the fusion — especially com- 
pounds of lead, bis7nuth, tin, and other metals easily reduced and melted 
— and all metallic compounds with redticing agents (including even alkalies 
and earths) form fusible alloys with ignited platinum. Mercury, lead, bis- 
muth, tin, antimony, zinc, etc., are liable to be rapidly reduced, and im» 
mediately to melt away. platinum in contact with them. 

(4) Silica with charcoal (by formation of silicide of platinum) corrodes 
ignited platinum, though very slowly. Therefore, platinum crucibles 
should not be supported on charcoal in the furnace, but in a bed of mag- 
nesia, in an outer crucible of clay. Over the flame, the best support is the 
triaugle of platinum wire. 

(5) The tarnish of the gas-flame increases far more rapidly upon the 
already tarnished surface of platinum — going on to corrosion and cracking. 
The surface should be kept polished — preferably by gentle rubbing with 
moist sea-sand (the grains of which are perfectly rounded, and do not 
scratch the metal). Platinum surfaces are also cleansed by fusing borax 
upon them, and by digestion with nitric acid. 

687. Platinum forms two ozidei, platiiious oxide, Pt"0, and platinic oxide, Pt""03 
—both of which represent correnponding classen of oxy-salts and haloid salts. The ozy- 
salts are instable. — None of the platinoiui compounds are permanently soluble in pure 
water; tlie chloride is soluble in hydrochloric acid, the sulphate in water acidulated with 
sulphuric acid. — Platinio chloride (PtOU) and bromide, all the platinicyanides (as 
FUPt(ON)0), and the platinocyanides of the metals of the alkalies and alkaline earths (as 
S]Pt(ON)4)» are Bolublo in water. The platinous and platinic nitrates are soluble in water, 
bat easily decomposed by it, with the precipitation of basic salts. The larger number of 
the metcdlo-platinie chlorides or " chloroplatinates " are soluble in water, including those 
with sodium [NasPtOla or (Na01)9PtOl4], barium, strontium, magnesium, zinc, alumi- 
nium, copper; and those with potassium, and ammonium, are sparingly soluble in water, 
and owe their analytical importance as complete precipitates to their insolubility in alco- 
hol. Of the metallO'plcUinoua chlorides (the ** chloroplatinites ") — those with sodium, 
[NasPtCl4], and barium, are soluble; zinc, potassium, and ammonium, sparingly solu- 
ble; lead and silver, insoluble in water. Platinic stUphutCf Pt(S04)9. is soluble in water. 

688. Platinotu chloxide, PtOl^, is a greenish-brown powder, soluble in hydrochloric 
acid without change, as a dark-brown solution, which remains platinous if protected 
from the air, but becomes platinic in contact with the air. The purely platinous chlo- 
ride solution is precipitated by potawium hydroxide and sodium hydroxide &s platinous 
hydroxide f Pt(OH)9, dark-brown, soluble in excess, as alkali platinite, KtPtOa, etc. ; 
from which alkaline solutions, alcohol precipitates '* platinum black '' (585). — Ammo- 
ainm hydroxide gives a green crystalline precipitate of platino-diammanium chloride, 
NiH«PtOl9, insoluble in cold water and in alcohol (compare 433). Hydrosiilphurio 
add veiy slowly precipitates j3Za/m(w/« «i/pAtfi«, PtS, black, sparingly soluble in water, 
not aifected by acids, sparingly soluble by ammonium aulphide. — Iodide of potassium 
slowly precipitates platinfms iodide, Ptlj, red-brown to black. — Oxalic acid produces no 
change; ferrous sulphate (slowly), and zino (quickly), reduce the mtidl. 
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589. Platinic Chloride, PtCl^, is a brown-red solid, dissolTing in water, 
or alcohol^ us u reddish-yellow solution, permanent in the air. — PotamrinTn 
hydroxide, and ammonium hydroxide, give, in solutions not very dilute, 
a yellow crystalline precipitate, as potamsium platinic chloride, or potassium 
chloroplatinate, K,PtCl„ etc., slightly soluble in water, insoluble in alco- 
hol, soluble in excess of the alkalies, and reprecipitated by hydrochloric 
acid. Chlorides of potassium and ammonium give the precipitate, the 
most nearly complete. Carbonates of potassium and ammonium form the 
same precipitates, insoluble in excess. Sodium carbonate gives no precipi- 
tate. Sodium hydroxide slowly precipitates, in moderately concentrated 
solutions, after warming, the (brownlBb-yellow) sodium platinate, Na.PtO,. 
— Potassium iodide colors the solution brown-red, and precipitates the 
black platifiic iodide, Ptl^ ; with excess of the reagent, forming the spar- 
ingly soluble potassium platinic iodide, K,PtI^ brown. Sodium iodide the 
same. — ^Hydrosulphurio acid, and ammonium sulphide, slowly precipitate 
the h\viXi\i platinic sulphide, PtS„ slightly soluble in water, soluble by chlo* 
rine, and soluble in ammonium tolphide, as ammonium sulphoplatinate ; 
sodium sulphoplatinate is likewise soluble, reprecipitated by acids. Phos- 
phates form no precipitate. Beduction is not effected by oxalic acid (ais- 
tinction from gold); is slowly accomplished by ferrous sulphate, and rapidly 
by sine ; also by chloral hydrate, and excess of alkali with heat (formiate); 
the reduced metal being, in each case, in black powder. — By the reducing 
blow-pipe flame, the compounds of platinum are reduced to spongy plati- 
num. 

600, Estimation. — Platinum is invariably weighed in the metallic state. 
II is brought to this condition : (1) By simple ignition ; (2) by precipita- 
tion as (NHJ,PtCl„ K,PtCl„ or PtS, and ignition ; (3) by reduction, 
using Zn, Mg, or FeSO,. 

591. Oxidation. — Solutions of platinum are reduced to the metallic 
state by the following metals : Pb, Ag, Hg, Sn, (Sn"'to Pt"), Bi, Cu, Cd, 
Zn, Pe, Pe", Co, and Ni Very many organic substances reduce platinum 
compounds to the metallic state. 



PALLADIUM. Pd = 105.737. 

682. Specific gravity, 11.4 (Deville and Debrat, 1859). Melting point, 
1500° C. (2732° F.) (Viollb, 1878). Valence, a dyad in Pd"0 and in all 
palladous compounds. A tetrad in Pd»^'0„ and in all palladic compounds. 
Found in platinum ores. 

693. Properties. — Spongy palladium absorbs 935 times its volume of 
hydrogen, and still retains 600 volumes at 100"* C. At very high tempe- 
ratures the whole of the hydrogen is given off. The absorbed hydrogen 
acts in some respects like nascent hydrogen ; reducing mercuric chloride to 
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metallic mercury, etc. Palladium is a white metal, more lustrous than 
platinum, with which it is classed, in accordance with its general properties. 
It is, however, a little more fusible and volatile (in the oxyhjdrogen flame), 
and much more oxidizable than platinum. In the air, it is little tarnished at 
ordinary temperatures, but at a red heat it covers with oxide. — It is slightly 
attacked by boiling hydrochloric or sulphuric acid ; dissolves in nitric acid, 
with formation of palladous nitrate, and if in the cold, with separation of 
nitrous acid, which remains in solution ; more readily in nitro-hydroohloric 
acid, as palladic chloride, PdCl,. It is blackened by alcoholic solution of 
iodine (distinction from platinum). 

694. Palladium forms one stable oxide, palladous, PdO, and two chlorides, pallad- 
ous, PdOla, and palladic, PdOl^. The latter is the most stable of the palladic combina- 
tions, but is reduced to palladous chloride by boiling in water, and by dilution with 
much cold water. 

PalladooB chloride is readily soluble in water with a brownish-red color ; with metal- 
lic chlorides, it forms double chlorides, as potassio-palladous chloride, K^PdOli, all of 
which are soluble in water. — Palladous iodide is insoluble in water, alcohol, or ether ; 
insoluble in dilute hydrochloric acid or hydriodic acid ; slightly soluble by iodides and 
by chlorides. — Palladous nitrate, Pd(NOt)s, is soluble in water with free nitric acid ; the 
solution being decomposed by dilution, evaporation, or by standing, with precipitation 
of variable basic nitrates. Palladous sulphate, PdSO*, dissolves in water, but decom- 
poses in solution on standing. 

The instable palladic chloride, brown-black in solution, forms double chlorides with 

the metals — as calcium palladic chloride, OaPd01« — these being mostly stable in water, 

'and mostly soluble in water and in alcohol. The potassium palladic chloride (red), as an 

exception, is slightly soluble in water and insoluble in alcohol, but partially decomposed 

by both solvents. 

695. Palladons Chloride is precipitated by potasBium hydroxide or sodium hy- 
droxide ; as brown basic salt or as brown palladous hydrate, Pd(OH)9, soluble in ex. 
cess of the hot reagents. Ammonium hydroxide gives a flesh-red precipitate of pai- 
laduhdiammonium chloride, NsHePdOl*. The flesh-red precipitate is soluble in excess 
of the ammonia, and from this solution reprecipitated by hydrochloric acid, with a yel- 
low color. The fixed alkali carbonates precipitate the hydroxide ; ammonium carbon- 
ate acts like the hydroxide. — ^Hydroaulphurio acid and sulphides precipitate the dark- 
brown palladous Hulpliide, PdS, inaoluble in the ammonium snlphides, soluble in nitro- 
hydrochloric acid. — Potassium iodide precipitates palladous iodide, Pdlg, black, visible 
in 500,000 parts of the solution, with the slight solubilities stated in 594. an important 
separation of iodine from bromine. In very dilute solutions, only a color is produced, or 
the precipitate separates after warming. At a red heat, the precipitate is decomposed. 
Potassium cyanide precipitates |MiZ/(M2(7u«e^am(2e, Pd(ON)s, white, soluble in excess of 
the reagent. — Chloride of potaaainm precipitates, from highly concentrated solutions, 
the golden-yellow, crystalline, potassium paHladous chloride, EtPdOle (594). Phos- 
phates give a brown precipitate. 

Palladous nitrate gives most of the above reactions ; no precipitate with ammonia, 
and a less complete precipitate with iodides. 

696. Palladium is reduced, in dark-colored precipitate, from all compounds in solu- 
tion, by Bolphnrooa add, stannous chloride, phosphorus, and all the metals which pre- 
cipitate silver. Ferrous sulphate reduces palladium from its nitrate, not from its chlo- 
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ride. Alcohol, at boiling heat, reduces it : oxalic acid does not (distinction from gold). 
— Nearly all its compounds are reduced by heat, before the blow.pipe, to a •* sponge." 
If this be held in the inner flame of an alcohol-lamp, it absorbs carbon at a heat below 
redness ; if then removed from the flame, it glows vividly in the air, till the carbon is all 
burnt away (distinction from platinum). 

697. Estimation. — (1) As metallic palladium, to which state it is re- 
duced by mercuric cyanide or potassium formate ; it is then ignited, first in 
the air and then in hydrogen gas. (2) As K,PdCl,. Evaporate the solu- 
tion of palladic chloride with potassium chloride and nitric acid to dryness, 
and treat the mass when cold with alcohol of .833 sp. gr., in which the 
double salt is insoluble. Collect on a weighed filter, dry at 100° C, and 
weigh. 

MOLYBDENUM. Mo = 95.527. 

608. Specific gravity, 8.56 (Louqhlin, 1868). Valence, a dyad in 
Mo"0 and in Mo "CI, ; a triad in Mo'",0, and in Mo'",Cl, ; a tetrad in 
Mo'^O, and in Mo<^Cl« ; a hezad in Mo^O, and in molybdates. 

699. Ooourrence. — Not found native. But occurs chiefly as molyb- 
denite, MoS„ as un oxide in molybdenum ochre, MoO„ and as wulfenite, 
PbMoO^. The metal is reduced from its oxides by heating with carbon, or 
in a current of hydrogen. 

600. Properties. — It is a silver-white, hard and brittle metal, fusible 
at the highest furnace heat. It is not oxidized in the air at ordinary tem- 
peratures ; but when slowly heated, it gams a brownish-yellow, then a blue 
tarnish ; and at a higher heat, it burns to MoO,. It is oxidized by water 
vapor at a red heat. It is quickly dissolved by nitrio aoid, as molybdic 
anhydride (MoOJ, with evolution of nitric oxide ; slowly by hot, strong 
sulphuric acid, with liberation of sulphurous anhydride. Molybdenum 
forms three classes of compounds, viz., molyhdous oxide (sometimes called 
hypomolybdous oxide), Mo"0 ; chloride, MoCl,, and other molyhdous salts ; 
molybdic oxide (sometimes called molyhdous oxide), Mo'"'0,; chloride, 
MoCl^, and corresponding salts ; and molybdic anhydride, Mo^O,, whicli 
combines with bases, to form stable molybdates — also feebly unites with 
strong acids. Each of these classes includes stable salts ; the two bases are 
converted into molybdic acid or molybdates by strong oxidizing agents ; 
while molybdates are reducible to one or the other of the bases by deoxidiz- 
ing agents. 

601. The molyhdous salts are not generally very permanent In solotion. The chlo- 
ride is sohible (in dilute hydrochloric acid?); the bromide and iodide decomposed in 
water to oxybromide and oxyiodide; the sulphate decomposed by water to a soluble and 
an insoluble salt ; the nitrate soluble in water. The solutions are dark-brown and 
opaque. 
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Water dissolves the tetrachloride, bromide (yellow-brown solution), iodide (red solu- 
tion), nitrate and Mo(B04)« (reddish-brown solutions). 

Mol jbdic anhydride is very sparingly soluble in water (800 parts). It does not form 
an acid in the solid state. The normal molybdate* of the alkali metals (as KaMo04) are 
soluble, of the remaining metals insoluble in water. The molybdenum trisulphate, 
Mo(S04)s, and molybdenum hexa-chloride, Mode, are soluble in water; the correspond- 
ing nitrate, Mo(NOs)e. soluble in dilute nitric acid. 

Molybdous salts, as Mo(NOs)s, with alkali hydroxide and oarbonates, precipitate 
the dark-brown molyhdous hydroxide^ becoming Uue in the air by oxidation to molybdic 
moiybdate, Mo(Mo04)a and MosOs. The hydroxide is insoluble in alkalies, sparingly 
soluble in alkali carbonates, readily soluble m alkali hydrogen carbonates. With hy- 
drosulphitrlo aoid and sulphides, a brown precipitate of molyhdous aiUphide, MoS, solu- 
ble in ammonium sulphide. 

602. Molybdic salts, as MoOI«, with alkali hydrozideB and sulphides, give reac- 
tions corresponding with molybdous salts, and likewise turn blue in the air, by formation 
of intermediate oxides. The precipitated hydroxide is reddish-brown ; it dissolves in al- 
kali carbonates by formation of alkali molybdates. 2iino precipitates molybdous hydroa> 
ids, by reduction. 

608. Molybdic Anhydride is a white powder, or is in needle-form crys- 
tals, turning yellow when hot and again wliite on cooling ; melting at a red 
and vaporizing at a white heat. It is soluble by acids, and by alkali- 
hydroxides, especially ammonia, in formation of molybdates. 

Water solutions of MOLYBDATES, with acids, precipitate molybdic 
anhydride, MoO,, white, soluble in excess of the acids.* HydroBulphurio 
acid colors the moiybdate in neutral or alkaline solutions, yellow to brown, 
without precipitation ; but from the acid solutions it precipitates the brown 
Ho8„ sulphomolyhdic acidy the supernateut liquid appearing blue. The 
precipitate is soluble in ammonium sulphide, better when hot and not too 
concentrated, as ammonium thiomolybdate, (•NHJ.MoS^, from which acids 
reprecipitate MoS,. 

604. Tribasic phosphorio acid and its salts precipitate, from strong 
nitric acid solutions of ammonium moiybdate, somewhat slowly and on 
warming, ammonium phosphamolybdate, yellow, of variable composition, 
soluble in ammonia and other alkalies, sparingly soluble in excess of the 
phosphate. Hydrochloric acid may be used instead of nitric. The sodium 
phosphomo^ybdate is soluble in water, and precipitates ammonium from its 
salts; also, it precipitates the alkaloids — for which reaction it has some 
importance as a reagent. f 

* In mAkin^ the solation of moiybdate with nitric acid, used as a reagent, the slightly alkaline solution 
of the moiybdate is poured into the nitric acid, slowly, with stirring. 

t Sodium J^io9ph07noiybdat^—^onnentche\u^B reagent for acid solutions of alkaloids— is prepared as 
follows : The yellow precipitate formed on mixing acid solutions of ammonium moiybdate and sodium 
phosphate— the ammonium phosphomolybdate—ls well washed, suspended in water, and heated with sodium 
carbonate until completely dissolved. The solution is evaporated to dryness, and the residue gently ignited 
tiU all ammonia is expelled, sodium being substituted for ammonium. If blackemng occurs, from reduction 
of molybdenum, the residue is moistened with nitric acid, and heated again. It is then dissolved with water 
and nitric acid to strong acidu!ation ; the solution being made ten parts to one part nf residue. It most be 
kept frcm contact with vapor of ammonia, both during the preparation and when preserved for tise. 
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Arsenic acid and anienateB give the same reaction ; ammonium arsetuh 
mdlybdate being formed. 

Recent molybdic anhydride, well washed (with alcohol and then water), on digestiop 
with aqueous phosphoric acid, forms a lemon-yellow salt, insoluble in water, but slowly 
soluble in excess of the hot phosphoric acid, as acid permolybdic phosphate or phatpho- 
molyhdic acid. It is soluble in alcohol as well as in water ; the solution giving, with 
ammonia and with alkaloids, the yellow precipitate of ammonium phosphomolybdate, 
etc. 

606. The alkaline solutions— normal mtlybdates of the alkali metal»— give, with all 
nonpalkali salts, precipitates of non -alkali molybdates, the latter beipg insoluble (or 
sparingly soluble) in water. The following are some of the reactions giving precipitates: 

K.MoO« + BaOl, = BaMoO« + 2K01 
K,Mo04 + Pb(NO.), = PbMoO« (wulfenite) + 2KNOi 
KsMoOi + OnS04 = O11M0O4 (yellow-green) -j- HaSO* 

606. Beduoing agents coiiYei*t molybdic acid either into the blue inter- 
mediate oxides, or, by farther deoxidation, into the black molybdous oxide, 
MoO. In the (hydrochloric) acid solutions of molybdic acid, the blue or 
black oxide formed by reduction, will be held in solution with a blue or 
brown color. Nitric acidulation is, of course, incompatible with the reduc- 
tion. Certain reducing agents act as follows : 

Ferrous salts (in the hydrochloric acid solution) give the blue oxide 
solution. Cane sugar, in the feebly acid boiling solution, forms the blue 
color — seen better after dilution ; a delicate test. Stannous chloride forms 
first the bluCy then the brown^ or the ^rcenwA-browii to black-brown, solu- 
tion of both the intermediate oxide and the molybdous oxide. Zinc gives 
the blue, then green, then brown color, by progressive reduction. Formic 
and oxalic acids do not react. — Dry molybdates, heated on platinum foil 
with concentrated sulphuric acid to vaporization of the latter, form, on 
cooling in the air, a blue mass — a very delicate test.* 

607. With raicrocosraic salt, in the outer blow-pipe flame, all compounds olf molyb- 
denum give a bead which is greenish while hot, and colorless on cooling; in the inner 
flame, a clear green bead. With borax, in the outer flame, a bead, yellow while hot, and 
colorless on cooling; in the inner flame, a brown bead, opaque if strongly saturated (mo* 
lybdous oxide). On charcoal, in the outer flame, molybdic anhydride is vaporized as a 
white incrustation; in the inner flame (better with sodium carbonate), metallic molybde- 
num is obtained as a gray powder, separated from the mass by levigation. 

608. Estimation. — (1) Molybdic anhydride and ammonium molybdate 
may be reduced to the dioxide by heating in a current of hydrogen gas. 

^ A Bolation of 1 milligram of sodinm (or nmmoniam) molybdate in 1 c.c. of concentrated sulphuric 
acid (aboat 1 part to 1,840 parts) is in nse as Fbcbhde'a Reagent for alkaloids. The molybdenum In this so- 
lution, which mast be freshly prepared for a^e each time, is reduced by very many or^nic substances; and 
with a large number of alkaloids, it gives distinctive colors, blue, red, brown, and yellow. 
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The beat mnst not be permitted to rise above dull redness. Or the tem- 
perature may rise to a wbite heat^ which reduces it to the metallic state^ in 
which form it is weighed. (S) Lead acetate is added to the alkali molyb- 
date, the precipitate washed in hot water, and after ignition weighed as 
FbMoO^. (3) Volnmetrically. The molybdic acid is treated with zinc and 
HCl, which converts it into Mo.Cl.. This is converted into molybdic acid 
again by standard solution of potassium permanganate. 

GEBMANIUM. Ge = 72.32. 

600.— Specific gravity ^ 5.469 (Winkler, 1886). Melting point, 900° 0. 
(1652° F.) (WiKKLER, 1886). Valence, a dyad Jn Gte"0, and in all ger- 
manous salts ; a tetrad in Ge^O,, and in all germanic salts. Found in 
argyrodite. A white, lustrous metal, brittle and easily powdered. It dis- 
solves iu n,SO^, not in HCl. HNO, converts it into white GeO,. 

It forms two series of compounds, the germanous and the germanic. 
GeCl, is formed by passing HCl over the heated metal, and is a colorless, 
fuming liquid, boiling at 72° C. 

GeCl^, formed by the direct union of its elements, is also a liquid boil- 
ing at 86° G. It fumes in the air, and is decomposed by water. G^G is 
formed by treating GeCl, with KOH, and heating the precipitate in a cur- 
rent of CO,. GeO, is formed when the metal burns in oxygen. It is white, 
and sparingly soluble in water, from which it may be crystallized. It acts 
as an oxide toward stronger bases. When GeCl^ is treated with H,S, GeS, 
is precipitated. It is somewhat soluble in water, unless HCl is present. 
It dissolves in alkali sulphides. Heating it in hydrogen gas converts it 
into G«S. G^S is soluble in KOH, which converts it into germanium and 
G«8,. For description of other germanium compounds see Jr. Prakt. 
Chem.y 1886, (2), 34, 177. Also other articles in same journal by 0. 
Winkler. 

NOBWEGIUM. Kg = 218.93 ? 

610. — Discovered by Dahll in a specimen of Norwegian nickel glance. 
Specific gravity, 9.441. Melting point, 254° C. Chemically it resembles 
bismuth. Its chloride is precipitated by water, forming an oxychloride. 
The oxide (probably Ng,0,) is fusible, and gives, with the blow-pipe, a 
metallic incrustation. But unlike bismuth, its hydroxide is soluble in both 
the alkali hydroxides and alkali carbonates. 
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Reactions of Certain Rare Metals. 



611. Reaotioni of Rntheninm, Xrldiom, Rhodina, and Ominm. 



In soiatioii mm 



HsSt In aoid soL 



<KH«),S,, in ez- 



KOH or KaOH, 
In 

8n01«. 

Zn. 

XNO,. 



Bn«01«, 
orange. 

Hiu8t«l>rowii, form- 
ed slowly, with 
biae Bol. 

Solatlon formed with 
difficulty. 

Bni(OH)e, black. 



Pre., metallic Bu« 

Pre , Bol. in excess, 
turned to dark red 
by (HB[4)«8. ' 

(1) 



(Na01).Zr€a«, 
ItsSi + B, brown. 

Solation. 

Brown-black pre., 
turning blue. 

(irAOi)«irtCn«. 

Ir« black. 

Ir(OH)« + KKOt, 
boiled with SOt. 
green pre. 

(8) 



roee-colored. 

Bli«Bti brown, sol 
in hot nitric acid. 



Precipitate. 



Solation, pfe. by al- 
oohoL 



Bh, black. 
Pre., orange. 

(8) 



S,OiK>i 



Pre. OuBa. black. 



Pre. 0a8«, black. 



Pre. brown. 

Oa. 

Pre. XfOa04< 

(4) 



(1) Potaaainm thiocyanate, in absence of other platinum metals, slowly forms a rtd color^ taming to 
Tiolet when boiled. 

(8) The metal is insoluble in all aoida. After fualoo with sodiam hydroxide and oxidizing agents, it 
dissolves by nitro-hydrochloric acid. 

(8) The metal is insoluble in aU acids; but by fnaioD with potassium hydrogen sulphate, forms the solu- 
ble salt above taken. 

(4) The metal vaporizes at white heat, and bums to Oa04, an acidulous anhydride, having an irritating 
and offensive odor, and forming instable otmatet of great oxidizing power. Osmates separate iodine from 
iodides, decolorize Indigo solution, and, with anlphitaa, give a deep violet color or blue precipitate. 



612. Reaotiona of Tellnriam, Selaninm, and Tongaten. 



In aolution aa 
H«8 in acid aoL 

(irH4)tSt, exoeaa. 
HOI. 

BnOlt- 



Fnaion on Oh, 
with Na,00|. 



XtTeOa. 

TeS,, 
brown. 

No pre. 

HsTeOs, 

white pre. 



Te, 



black. 



K|Te04- 



Boiled, HtTaOs, 
and 01. 



Na,8eOs. 
SoSt. 

No pre. 
No pre. 

Be, red. 



ITatSaO^ 



Boiled, ELfi 
Oi, and 01 



NatTe, staijiing A^, and withjiclderKa^Se, stalnlngAar, and with 

arids giving jS,8e. of foetid 



ia,T6, staining Apr, and with ncider 
giving H.Te. navmg odor of H^S, 
and dipsolvlng red. 



(1) 



(2) 



odor, soluble In water. 



(8) 



(4) 



NasWOi- 

Bine solution, 
NaiWS4- 

No pre. 

H,W04, 

white pre., 
then yellow. 

Yellow pre., 
hcfited with 
HOI, blue. 

W, black. 



(5) 



(1) The teUurit€« of the alkali and alkaline earthy metals are soluble in water, the other tellurites in- 
soluble. 

(2) The tdlurates of the alkali metala^ alone, are soluble in water. 

(3) Except thode of the alkali metals, the tdetdtes are insoluble in water. 

(4) Lead, barium, strontium, and calcium teienaUi are insoluble in water; other selenatea, soluble. 
Barium selenate, insoluble in HOI* 

<5) Of the tungttatsf, only those of the alkali bases dissolve in water. 



PART 11. 



THE NON-METALS. 



613. VALENCE AND NEGATIVE BONDS.— A Bond is a measure 
of oxidation. Its use in this work is independent of structural formulae. 

Oxidation is an increase of bonds. Beduction is a decrease of bonds. 
Formerly, oxidation was understood to mean an increase in oxygen. But 
the use of the word in that restricted sense has been completely aban- 
doned. 

One substance is said to oxidize another, when it transfers the whole or 
a part of its bonds to that other substance. 

One substance is said to reduce another, when it receives the whole or a 
part of the bonds of that other substance. 

When oxidation occurs, all of the bonds lost by the oxidizing agent are 
gained by the reducing agent. No bonds are annihilated. To conceive of 
such destruction would be a matiiematical absurdity. 

If the indestructibility of bonds is established, then the existence of 
negatiye bonds becomes a mathematical necessity. The bonds of free ele- 
ments must be expressed by zero. Tliat is, they either have no bonds, or, 
if they have any, their algebraic sum is zero. 

SSnOla + HaSO. + 6H01 = dSn01« + HaS + 8HaO 

In this equation every one will admit that the three atoms of tin gain 
six bonds ; the bonds of the sulphur in the H,SO, have then been dimin- 
ished by six ; that is, it has given up six bonds to the tin, and having only 
four in the first place must now have minus two. (4 -6 = -2). 

SSnOl, + HIOs + 6H01 = 8SnOl4 + HI + 3H,0 

Here also the three atoms of tin gain six bonds, and these are furnished by 
the iodine of the HIO,. It has five in the first place, and being diminished 
by six, has one negative bond remaining (5 -6 = -1). In other words, 
unless we deny that iodine has five bonds in HIO,, we must admit that it 
has one negative bond in HI (written H'I~'). 

4HaBCnaOa + 5A8H> + 8H9SO4 = 5HtAsO« + 8BfiiSO« + 12HaO 

165 
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In this equation eight atoms of manganese in the first member have 56 
bonds, and a like amoaut iu the second member has only 16, losing 40, 
and this 40 has been gained by the five atoms of arsenic. They now have 
25, after gaining 40. They must then have had —15 in the first place 
(25— 40 ==-15). That is, the atom of arsenic in arsenious hydride has 
-3 bonds (Afl-"'H,). 

SnOli + HgOli = Hg + 8n01«. 

This equation illustrates the principle that free elements have no 
bonds. The tin gains two bonds, and these two bonds are taken from the 
mercury in the HgCl,. If then the mercury had only two bonds which it 
has given up to the tin, it now has no bonds left (2 -2 = 0). Unless one 
denies tliat mercury has two bonds in HgCl,, he must admit that free mer- 
cury has no bonds (Hg^), or, if it has any bonds, their algebraic sum is 
zero. We will not multiply examples, but ask that one reasoning upon 
this subject settle upon, (1st) a reasonable definition of the word bond; 
(2d) a reasonable definition of oxidation ; (3d) that he does not overrule the 
conclusions to be reached by the simplest mathematics ; (4th) that he con- 
sider carefully the principle here asserted, that no annihilation of bonds 
can take place. 

Further the negative bond theory does not contradict the conclusions 
reached in the determination of structural formula, but the word bond is 
used in a totally different sense. Our bonds are oxidation bonds, not struc- 
tnral bonds. (See also next paragraph by Prof. Prescott.) 

Oxidation Valence means degree of oxidation ; and bonds are the units 
used in counting valence. Oxidation Valence should never be used to mean 
capacity for oxidation, but to denote actual, completed oxidation. 

0. C. J. 

614. As the term is ordinarily used by chemists, valence is a numerical 
measure of the extent of chemism, counted in the number of univalent 
atoms held in combination. Chlorine has one unit of vtdence in HCl ; 
oxygen has two units of valence in H,0 ; nitrogen has three units of valence 
in H,N; carbon has four units of valence in H^C. The atom of hydrogen 
is a standard for the unit in valence, as it is for units of atomic and mole- 
cular weights. Leaving out of view the attempt to fix upon a constant 
valence, to be for any element always the same in every combination it can 
make, valence is here defined as the measure of the existing chemical union 
of any element, a measure found in a given compound or in a given set of 
compounds, or a series of measures found in different sets of compounds. 
Chlorine has a valence of one unit in chlorides because in these an atom of 
chlorine is found to hold one monad atom ; it has a valence of five units in 
chlorates because in these each atom of chlorine is found to hold as many 
bonds as would satisfy five monad atoms. Other valences of chlorine are 
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found in other combinations of less frequent occurrence.* In its usual 
sense, then, the valence of an element is the number of univalent atoms held 
in union by one atom of the element in question. The bond is the unit of 
valence. A bond is that extent of chemism which holds one monad atom 
in chemical union. 

It is nearly ten years since Professor Johnson introduced f the use of 
positive and negative bonds in the chemical notation of oxidation and re- 
duction. In this notation the bonds of every element are positive or nega- 
tive or zero, according to whether the element be united with a negative 
body or a positive body or be uncombined, and as shown by rules (616). 

The undersigned has elsewhere said X that chemism must be considered 
^'a union or capacity of union of oppositeB, a union by the positive action 
of one atom with the negative action of another atom." In chemical 
union, then, there is a certain chemical polarity to the exercise of valence. 
The terms positive and negative may be adopted for the respective opposites 
in chemical union, with some correspondence to the polarity of electrical 
action* This pohirity in chemism is well known to be for the most part 
merely relative. Sulphur is chemico-negative to hydrogen, but is positive 
to oxygen. 

Accepting Prof. Johnson's original use of plus and minus signs for posi- 
tiye and negative Bonds in notation, under his most delightful method of 
balancing equations for changes of oxidation, the writer has been led to go 
a step fiirther,§ as follows : The valence of an atom in a given compound 
may be all positive or all negative, or partly positive and partly negative, 
this polarity being wholly relative in its nature. As nitrogen is negative to 
hydrogen, but positive to chlorine, therefore in ammonium chloride the 
atom of nitrogen has four negative bonds and one positive bond, thus : 
]y - 4 + 1 H + ^^Cl - *, or H + 1^(- 4 ]Bf -»- 1 )cx - 1. Holding five monad atoms, 
the atom of nitrogen has five units of valence, or five bonds. Of these five 
imitfl of valence, four are negative units and one is a positive unit, so that 
the algebraic sum of these units is negative three : N-^-i-* = N-*. And 
in taking the valence measure, for balance of the results of oxidation and 
reduction, the nitrogen of ammonium chloride is found to have three nega- 
tive bonds under the rule of Prof, Johnson. ^* In the notation of Prof. 
Johnson it is only the algebraic sum of the positive and the negative units 
ef valence of any element or atom that is taken account of. This algebraic 

* It i« iaid sometimes that valence ought to be, like atomic weight, a fixed attribute of any element, the 
•line in all its combinations. Well, we do not find it to be so, and so far therefore it onght not to be so. 
Became the atomic weif^ht of an element is the same in all its combinations, it does not follow that valence 
is always the same. It is certain that the strength of the chemism of any element is not the same in its 
unions with different elements, though it was at one time assumed that it must be the same. 

1 0. C. JoHNSOH, 1880 : Chem. News, 42, 61. 

t ** Positive and Negative Units of Valence/' A. B. Prksoott, 1887 : Proc. Am, Aatoc, Advane. Sd., 
86, 130. 

I Proc. Am. Attoc. Advane. Sci.^ 86, 130. 
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sum of the positive and negatiye units should not be mistaken for the en- 
tire number of different units of yalence, the latter number being all re- 
quired in constitutional formulae." Thus^ to say that in ammonium chlo- 
ride nitrogen has tiiree negative bonds, no more, is to violate the first defi- 
nition of a bond, '' that extent of chemism which holds one monad atom iu 
chemical union/' for, certainly, five monad atoms are held here in combi- 
nation. 

On the other hand, to say that nitrogen in ammonia has three bonds^ 
and that in nitric acid it has two more or just five bonds, is to make a very 
misleading statement, one that receives correction through Johnson's nota- 
tion. In the conversion of ammonia into nitric acid by any oxidizing 
agent, not two but eight units of valence of the agent are consumed. As 
Prof. Johnson would say, the difference between minus 3 and plus 5 is a 
difference of 8 bonds, a statement that justifies the results of every-day 
operations in oxidation and reduction. 

To affirm both the structural valence of modern chemistry and the oxi- 
dation valence of Prof. Johnson the following definitions are here offered : 
(1) Valence, counted in the number of its units, is a measure of the num- 
ber of monad atoms held in chemical union. (2) Valence, counted in the 
algebraic sum of its positive and negative units, is the measure of the de- 
gree of oxidation. (3) A bond is a unit of valence, positive or negative, 
according to relations. In the measure of the number of monad atoms 
in union the arithmetic sum of the bonds is to be taken ; in the measure of 
the degree of oxidation the algebraic sum of the bonds is to be taken. 
(4) Oxidation is an increase, and reduction is a decrease, in the algebraic 
sum of the units of valence. 

An illustration of these definitions — ^which are presented merely in brief 
statement of what is well known — may be taken as follows. In dichlor- 
methane, C + ^-^H + ^^CI-^,, the atom of the carbon has four bonds, that 
is, it holds four monad atoms in chemical union. Its degree of oxidation 
is zero, that is, two of its bonds are positive toward the chlorine and two 
are negative toward the hydrogen, so that its polarities are evenly bal- 
anced. (It is better not to say that it has no bonds.) The arithmetic sum 
of its units of valence is four ; the algebraic sum of the same is zero. If 
the compound be oxidized to CQCl,, the algebraic sum of the bonds of the 
carbon atom becomes plus two (C - ^ +* = *). If the compound be reduced 
to CH^Cl, the algebraic sum of the bonds of the carbon atom becomes 
minus two (0-8 + 1 = -2). But in OH,, in CH.Cl,, CHOI,, and CH,C1, 
alike, the carbon atom has four bonds — a valence denoting merely that it 
holds four atoms in chemical union. 

The undersigned is compelled to go one step further, in his conceptioir 
of the polarity of the units of valence, a step to reach some understandini^ 
of the union of the atoms of an element with each other. Such a union we 
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have between the two atoms of iron in a molecule of ferric chloride,* thus 
CI -\Fe+*Pe- *+^Cl- *,. The relation of the one atom of iron to the- 
other is expressed thus, Pe + ~ Pe. Within the eight bonds of the twx> 
tetrads^ there is one negative bond, so that the algebraic sum of all is plus- 
six. As elsewhere stated, in presenting a hypothesis seemingly consis- 
tent with all facts, like atoms must be united to each other by valence posi- 
tiye in the one atom and negative in the other, as in elemental molecnles 
and in the union of carbon to carbon in organic compounds. A. B. P. 

BXJLE FOB BALANCING EQUATIONS. 

616. The number of oxidation bonds which any element has is deter- 
mined by the following rules : 

a. Hydrogen has always one positive bond, 
d. Oxygen has always two negative bonds. 

c. Free elements either have no bonds, or the mathematical sum of 
those bonds is zero. 

d. The sum of the bonds of any compound is zero. 

e. In salts the bond of the metal is always positive. 

/. In acids and in salts the acid radical has only negative bonds. 
Thus, the bond of free Fb is zero, but in FbCl, the lead has two posi- 
tive bonds, and each atom of chlorine has one negative bond. 

In Bi,S„ each atom of Bi has three positive bonds («), and each atom of 
S has two negative bonds (/). 

In ammonium nitrite NH^NO,, the N of the NH^ has three negative^ 
bonds, each atom of H has one positive bond. The other N, that of the- 
acid radical, NO,, has three positive bonds, and each atom of O has two- 
negative bonds, the sum being zero -31 4- 4 -f 3 -4 = 0. 

In the following salts, etc., the bond of each element is marked above,, 
with its proper sign, plus being understood if no sign is given. Then fol- 
lows the equation in full, the bonds of each atom being multiplied by the 
number of atoms, and all being added, the sum is seen to be zero. 

Hg"(NvO,-"), . 2 + 10 - 12 = O; 
Bi"',(Svi04-»), . 6 + 18 - 24 = 
Ba"(MiiV"04-«)t . 2 + 14 - 16 = 
Pe'",(NvO,-«)e . 6 + 80 - 86 = 
H'C,*H,'0,-« .1 + + 3-4 = 
(N-'"H4')aOr,viOT-« . - 6 + 8 + 12 - 14 = 
0,-"He'0-« . -4 + 6-2 = 0. 

If the above is understood, the rule for balancing equations is easily ex- 
plained. 

The kxthber of bokds changed in one molegitle ov each shows 

* See page 12, foot-note. 
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THE NUMBER OF THE MOLECULES OF THE OTHER WHICH MUST BE TAKEN, 

the words each and other referring to the oxidizing und reducing agents. 
A few equations will illustrate the application of the role. 

(1) 3H3 + 8HNOs =r 8H,BO« + SNO + 4H,0. 

The S in tlie first member has 2 negative bonds (a and d)\ in the sec- 
ond member it has 6 positive, gaining 8 bonds ; hence 8 molecules ex 
HKO, must be taken. The nitrogen in the first member has five bonds^ 
and in the second it has two. The difference is three, therefore just thre'3 
molecules of H,S must be taken. 

(2) 38baSt + 28HNO. rr 8Sb«0» + 9H,804 + 28NO + 5H,0. 

In this case, both the Sb and the S in the molecule gain bonds, and 
must be considered. It is plain (from d and e) that each atom of 8b gains 
*Z bonds, and the two in the molecule will gain 4. 

The S in Sb,S, has 2 negative bonds, and in the second member (in 
H,SOj it has G positive bonds — a gain of 8. The three atoms in the mole- 
cule will gain throe times eight, or 24 bonds ; to this add the 4 which the 
Bb has gained, and we have 28 bonds gained by one molecule of Sb,S, ; 
hence 28 molecules of HKO, must be taken. We take 3 of Sb,8, for rea- 
sons explained in the first equation. 

(8) 4Hgs(AsO«), + lOHsPO, = 12Bg + 2Aa4 + lOHtPO*. 

One atom of Hg loses 2 and three lose 6 bonds. One atom of As loses 5 
and two will lose 10 bonds. The Hg and As together lose 16 ; hence take 
16 of H,PO,. The P of H,PO, (hypophosphorous acid) has one bond, and 
in H,FO^ it has 5 — a gain of 4 ; hence 4 of Hg,(ABOj, must be taken. 

(4) 30a + 8HNO, = 80i](N0,), + 2NO + 4H.O. 

The rule here requires 3 of Cu and 2 of HNO„ and in fact this is all 
that is used for oxidation, only two piolecules of NO being formed ; but 6 
more of HNO„ which are not to be reduced, are required to unite with the 

Cu, making 8 in all. 

(5) 8Hg,I, + 26HNO. = 6Hg(NO.), + 6HIO. + 14NO + 10H,O. 

The Hg and the I together in one molecule of Hg,I, gain 14 bonds ; but 
12 more of undecomposed HNO, are required to unite with the Hg, or 26 
in all. 

(6) CSb + lOHNOt = 8Sb,0» + lONO + 5H,0 

The rule calls for 3 of Sb and 5 of HWO^ ; but since the product Sb,0, 
^cannot be written with an odd number of atoms, we must double the num- 
ber of each and take 6 and 10 instead of 3 and 5. 

(7) Pb(MO.), + 6KOH + 6A1 = Pb + 2NH. + 8K,A1,04. 

The Pb and the N lose 18 bonds and the Al gains 3 ; but since 
3 :18 :: 1 : 6, we take the latter i-atio because the numbers are smaller. 
6AgiABO« + 22KOH + 22A1 = 18Ag + 6AiH. + 11X,A1,0« -t- 2HtO. 

Here the rule calls for 3 of Ag.AsO^, and 11 of Al ; but we double these 
numbers, taking 6 and 22, as in equation 6. 

(8) 86Fe(OH). + 108HO1O. = Fe,01« 4- 17Fe.(010.). + 90H«O. 
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That i)ortion of the 01 which is redaced loses 6 bonds and the Fe gains 
one, so the ratio would be 6 and 1 ; but Fe,Cl, cannot be written with one 
of 01, so instead of taking 6 and 1, we take 36 of Fe(OH), and 6 of HOlO,. 
Now, one of Fe,01, is formed, and the rest of the Pe becomes Pe,(010,),. 
But 102 molecules of unreduced HOlO, will be required to unite with the 
remaining 34 atoms of Fe, making in all 108 of HOlO,. 

(9) 86Fe,(AjiO.)s + 824H010. = 7Fe,01« + 47Fe9(010.), + 

72H.AbO« + 54HsO. 
The 01 loses 6 and the ferrous arsenite gains 7 bonds ; but since Fe,01, 
cannot be written with 7 atoms of 01, we must take larger numbers, having 
the ratio of 6 to 7. It will be seen that 36 of Fe/AsO,), and 42 of HOlO, 
are the smallest numbers that will answer. This gives us 7 of Fe,01„ but 
enough unreduced HOlO, must be taken to unite with the remaining 94 
atoms of Fe; for this purpose 282 will be required, which, with 42 which 
are reduced, makes 324. 

(10) 0„H„0,i + 16HNO, = 1200, 4- 16NO + 19H,0. 
CaoeSosar. 

This takes place with HNO„ specific gravity 1.50. The sum of the 
bonds of the G in the first member is equal to zero, in the second mem- 
ber these 12 atoms have 48 bonds ; hence take 3 and 48, or simpler, 1 
and 16. 

(in 4S,Or04 + SCHeO + IOH3SO4 = 20r,(804). 4- 

AlcahoL 4K,S04 + 8HO,H.O, + 13H,0. 

The two atoms of C in the alcohol have 4 negative bonds, and in the 
acetic acid their bonds are equal to zero, gaining 4 bonds ; hence take 4 of 
KjCrO^. The Or loses 3, so we take 3 of alcohol and 10 of H,SO^, enough 
to combine with the K and the Or. 

(12) 8C.H„0. + 14HNO. = 900, + 14NO + 19H,0. 
Gljeerlne. 

Unless HNO, of proper strength and temperature be employed, other 
products are formed, and, if the HNO, is strong enough, nitroglycerine. 

The 3 atoms of O in the glycerine have two negative bonds, but in the 
second member the same 3 atoms have 12 positive bonds, gaining 14 ; hence 
we take 14 molecules of nitric acid and because the nitrogen loses three 
bonds we take three molecules of the glycerine. ^ 



THE If ON-METALLIO ELEMENTS will be described in the order of 
their atomic weights. And the acids in the order of oxidation valence ; the 
acid in which the element has the lower number of bonds being placed first. 

HYDBOaEN. H = 1. 

616. Specific gravity, 0.069234. A crith is the weight of one litre of 
hydrogen. It is taken as the unit of weiglit for gases. Thus one litre of 
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ozvgen weighs 15.9633 critlis, and one litre of bromiue weighs 79.76& 
criths. At 0"" G. one crith (oue litre) of hydrogen weighs 0.08957& 
grammes, the barometer showing 760 mm. (about 30 inches) pressure. Ita 
vapor density (1.00) shows that its molecale has two atoms, H,. 

617. Ooourrenoe. — It is rarely found in nature in a free state. Volcanic 
gases, and gases from oil wells, sometimes contain hydrogen in a free state. 
It has been found occluded in meteorites, and by means of the spectroscope 
it is found in the atmosphere of the sun. 

618. Production. — Hydrogen is produced : (1) By electrolysis of water. 
(2) By the action of potassium or sodium amalgam upon water. (3) By 
the action of certain dilute acids upon the easily oxidized metals. Details 
are specified in the description of each acid. (4) By dissolving zinc or alu- 
minium in solutions of fixed alkalies ; better in presence of finely divided 
iron or platinum. (5) By action of heat upon formic or oxalic acid in 
presence of a fixed alkali hydroxide (a). (6) By action of steam upon red 
hot metals, such as iron {b), (7) By action of steam upon red hot carbon 
(charcoal, coke, or anthracite coal) (c). Methods 5 and 6 are used in the 
production of the so-called " water gas." 

a. HOHOt + 2KOH = K«OOt + H«0 + H* 
h. 3Fe + 4H,0 =: FatO« + 4Ht 
e. 2HsO + O s OOt + 2H« 
d. O + H,0 =r OO + Ha 

Keaction (c) takes place at a red heat. The CO, may be separated by pass- 
ing the mixed giiscs tiirough lime-water. Heaction {d) takes place at a 
white heat. 

619. Properties. — A colorless and odorless gas; not poisonous, but 
causes death by exclusion of air. It is the lightest body known. Hence it 
is the best gas for filling balloons, but illuminating gas is sometimes used, 
being cheaper. Sound travels three times faster in it than in air. It refracts 
light more powerfully than any other gas, and six times as much as air. 
Under a pressure of 650 atmospheres at -140° C. (-220° F.) it condenses to a 
liquid. This extreme cold is obtained by the rapid evaporation of liquid 
SO, and CO,. Many metals absorb hydrogen slightly. Palladium most of all. 
According to Graham, palladium wire at a red heat absorbs 935, and at 
ordinary temperatures, 375 times its volume of hydrogen. 

In this occluded condition it reduces Fe,Cl. to PeCl,, and HgCl, to me- 
tallic mercury. Hydrogen burns with a non-luminous, very hot flame, giv- 
ing more heat than an equal weight of any other element, or any mixture 
of elements. One gramme in burning produces heat enough to raise 34462 
grammes of water from 0° to 1° 0. A like amount of charcoal carbon, 
when burned to CO,, only produces heat enough to raise 8080 grammes of 
water one degree C. (Pavre and Silbermann). 

Hydrogen is usually estimated by measure rather than by weight. 

620. Oxidation.— Chlorine and bromine unite directly with hydrogen 
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in the sunlight, but heat is required to effect its combination with iodine, 
fluorine, and oxjgen. 

All oxides, hydroxides, nitrates, carbonates, oxalates, and organic salts 
of the following elements are reduced to the metallic or elemental state by 
ignition in hydrogen gas : Pb, Ag, Hg, Sn, Sb, As, Bi, Cu, Cd, Fd, HLo^ 
BU; Os, Bh, It, Te, Se, W, Fe, Co, Ni, Zn, Tl, Nb, In, V. 

Compounds of aluminium, manganese, and of the fourth and fifth group 
metals have not been reduced by hydrogen. 



BOBON. B = 10.941. 

621. Specific gravity (crystallized), 2.615 (Hampe, 1876). Infusible at 
ordinary white heat, melts in the electric arc. Occurrence. — Not found 
free in nature. Occurs chiefly as borax, Na,B,0,, and boracic acid, H,BO„ 
in Tolcanic districts. 

Freparation.— (1) By electrolysis. (2) By fusion of B,0, with Wa. 

(3) By fusing B^O, with Al, and then dissolving the Al by Na(OH). 

(4) By igniting BCl, with hydrogen. (5) By fusing dry borax with amor- 
phous phosphorus. (6) By fusing NaBF^, KBF^, or B,0, with Mg. 

622. Froperties. — There are two varieties of boron, the amorphous and 
the crystalline. The former is changed to the latter by heating to 1600° 
C. for two hours in presence of aluminium and carbon. Amorphous boron 
is a greenish-brown opaque powder ; odorless, tasteless, a non-con- 
ductor of electricity, insoluble in water, alcohol, and ether. Heated in 
oxygen burns to B^O, ; heated in air burns to B,0, and BN. Combines on 
heating, directly with S, CI, Br, N, etc. It dissolves in sulphuric and ni- 
tric acids, forming H,BO, ; in chlorine forming BCl,. It is oxidized by 
heating in KOH, forming K,BO, and H ; and by heating in alkaline car- 
bonates, producing free carbon. Many metallic chlorides and sulphides — 
€.^.,PbCl,, AgCl,, FbS — are reduced to the metallic state when heated with 
boron. 



BOBIC ACID. H,BO,. 
623. Oxidation valence H',B'"0-", 

n 

I 
o 

I 

Structural valence H-O-B-O-H 

Three kinds of boric acid are known : Orthoborio, H,BO„ formed by 
dissolving B,0, in water; heated to 100° C. it forms metaboric acid, 
H,B,0/, heated for a long time at 160° 0. pyroboric acid, H,Bp„ is 
formed ; heated to about 300° C, B,0, remains. 
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624. The Borates of the metals of the alkalies are soluble in water; 
those of the other metals are insoluble in water, but iu general are made 
soluble by free boric acid. They are all nearly or quite insoluble in alco- 
hoi. Borates are identified especially by the green color they impart to 
flames. 

626. Silver nitrate forms, in solutions of acid borates, a white precipi- 
tate of silver borate, Agfifi^, but normal borates form in part silver oxide, 
brown. Lead acetate gives a white precipitate of lead borate^ Fb(BO,), ; 
oaloiiun chloride, in solutions not very dilute, a white precipitate of cal- 
cium borate ; and barium chloride, in solutions not dilute, a white pre- 
cipitate of barium borate^ Ba(BO,),. With aluminium salts, the precipi- 
tate is aluminium hydroxide. 

626. Borates are transposed with formation of boracic acid, by all 
ordinary acids — in some conditions even by carbonic acid ; the trans- 
position being partial when soluble products result, as with phosphoric 
acid. 

The liberated boracic acid is dissolved by alcohol, and if the alcohol so- 
lution be set on fire, it burns with sk green flame. 

627. A solution of a borate, acidulated with hydrochloric acid to a 
barely perceptible acid reaction, imparts to a slip of turmeric paper half 
wet with it, a dark-red color, which on drying intensifies to a characteristic 
red color. 

By heating a mixture of borax, acid sulphate of potassium, and a fluo- 
ride, fused to a bead on the loop of platinum wire, in the clear flame of the 
Bunscn gas-lamp, an evanescent yellowish-green color is imparted to the 
flame. 

Borates fused in the inner blow-pipe flame with potassium acid sulphate 
give the green color to the outer flame. 

If a crystal of boric acid, or a solid residue of borate previously treated 
with sulphuric acid, on a porcelain surface, is played upon by the flame of 
Bunsen's Burner, the green flame of boron is obtained. 

628. If a powdered borate (previously calcined), is moistened with sul- 
phuric acid and heated on platinum wire to expel the acid, then moistened 
with glycerine and burned, the green flame appears with great distinct- 
ness. 

The glycerine is only ignited, then allowed to burn by itself. Barium 
does not interfere (being held as sulphate, non-volatile); copper should be 
previously removed in the wet way. The glycerine flame gives the spec- 
trum. But in all flame tests, boric acid must be liberated. 

Borates (fused on platinum wire with sodium carbonate) give a char- 
acteristic spectrum of four lines, equidistant from each other, and extend- 
ing from Ba y in the green to Sr 6 in the blue. 

Boric acid is estimated: (1) As KBF,. (2) By adding a known qnan- 
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tity of 18ra,CO„ fusing and weighing ; then after determining the CO, sub- 
tracting its weight and that of the Na,0 present (calculated from Na^CO^ 
first added). The difference is the weight of B,0, present. 



CABBON. C = 11.9736. 

629. Specific gravity y diamond, 3.518 (Baumhaueb, 1887); graphite, 
2.32 (Bamhelsburo, 1873) ; hard gas coke, 2.356 (Marchakd and 
Meyer); charcoal, 1.45 to 1.7 (Violettb, 1853). 

630. Ocotirrenoe. — Diamond is the only form of carbon that cannot be 
artificially prepared. It is the hardest substance known. It burns at a 
white heat to GO, in oxygen gas, and in air. Graphite occurs native, both 
crystalline and amorphous. It is a hard, gx'ay, metal-like, opaque solid. 
When pig-iron is dissolved in acids, graphite remains. At a white, but not 
at a red heat, graphite very slowly burns to CO,. It is slowly oxidized 
when heated with E[,Cr,0, and H,SO^. Graphite is used in lead-pencils ; 
in black-lead (plumbago) crucibles ; as a lubricator ; in battery plates ; 
for the carbon of arc-lights, etc. Boiled with EClO, and HNO, graphitic 
acid, C„H^O, (?) is produced, which after drying burns almost explo- 
sively. Charcoal is made by heating wood in closed iron retorts. Lamp- 
black is made by burning vegetable matters, rich in carbon, such as resin, 
tar, wax, fat, coal-gas, etc., in a limited supply of air. Used as a pigment, 
and in stove-blacking, printer's ink, etc. Ordinary charcoal (better ani- 
mal charcoal) is used in water-filters. Charcoal absorbs very many gases. 
According to Saussurb, one volume of beech-wood charcoal at 12° C. and 
7!^4 mm. pressure, absorbs 9.^ volumes of CO, 35 of CO,, 55 of H.S, 65 
of SO,, 85 of HCl, and 90 of WH,. 

631. Oxidation. — Carbon is oxidized to CO, by fusing with KNO, or 
KCIO,. By igniting in CO,, the whole of the carbon is changed to CO 
(CO, -h C = 2CO). The free carbon gaining two bonds of oxidation 
valence, and the carbon of the CO, losing two bonds. By simple ignition 
with carbon, all oxides of the elements in the following list are reduced to 
the elemental state; and if sodium carbonate is added, all of the salts of 
the same are likewise reduced. Cu, Bi, Cd, Pb, Ag, Hg, As, Sb, Sn, Fd, 
Ho, Bu, Os, Bh, It, Te, Se, W, K, Na, Bb, Cr, Fe, Mn, Co, Ni, Zn, Ti, 
TL 

a. PbsOf + 20 = 3Pb + 2OO9 

h. 2FbOI, + 2NaaOOa + O = 2Pb + 4Na01 + SCO* 

e. OnO + O (excess) = Ou + CO 

d. O + 2O11O (excess) = 20a + OOi 

With excess of carbon CO is formed*(c). With excess of the oxide CO, is 
formed (rf). In the reduction of iron ore, the process is conducted so as to 
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give some CO and some CO,. To obtain some metals in the free state 
(such as K and Ifa), special methods are adopted to exclude the air, and to 
produce the high temperature needed. 



ACETIC ACID. HC,H,0,. 

682. Oxidation valence H'C%H',0-", 

HO 

I I 
Structural valence H-C-0-O-H = CH,.CO,H 

H 

Absolute acetic acid, HC,H,0„ is a ti-ansparent solid. Specific gramty^ 
1.0607 (Mendeleeff, 1860). Its observed vapor density, 29.7, shows its 
molecule to be HC,H,0, and not H,CO. Found in small quantities in the 
juices of some plants. 

Production.— (1) By dry distillation of wood. (2) By action of atmos- 
pheric oxygen, chromic acid, nitric acid, hypochlorous acid, and other oxi- 
dizing agents upon alcohols, especially under the influence of ferments. 
(3) By action of KOH or NaOH at high temperatures upon various organic 
bodies — &.^., tartaric, citric, and malic acids, sugar, alcohol, etc. The ab- 
solute acid melts at about 16^ G. and boils at 119° C. 

It vaporizes gradually from its water solutions at ordinary temperatures ; 
more rapidly as they are stronger, the vapor having the characteristic odor 
of vinegar. 

683. The salts of acetic acid — the metallic Acetates — are all soluble in 
water; argentic and viercurous acetates but sparmgly soluble. Most of 
the acetates, except mercurous and silver acetates, dissolve in alcohol. 
They have a slight odor of the acid. For identification, the odor of the 
acid, and of its ether (636), and the color of the ferric solution (635), ai'e 
employed. Ignition-tests, 638. 

634. The stronger mineral acids transpose acetates, forming acetic acid. 
Solid acetates, with concentrated sulphuric acid, evolve strong acetous 
vapor ; but if the heat be somewhat increased, the mixture blackens from 
separation of carbon, and at higher temperatures sulphurous and carbonic 
anhydrides are evolved. 

685. Solution of ferric chloride forms, with solutions of acetates, a red 
solution containing ferric acetate, Pe,(C,H,0,),, which on boiling precipi- 
tates brownish-red, basic ferric acetate. The red solution is not decolored 
by solution of mercuric chloride (distinction from thiocyanate) ; but is de- 
colored by strong acidulation with sulphuric acid or hydrochloric acid (dis- 
tinction from thiocyanate and from meconate). The ferric acetate is pre- 
cipitated by alkali hydroxides. 

636. If acetic acid or an acetate be warmed with sulphuric acid and a 
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little Blxsoholf the characteristic pungent skud fragrant odor of ethyl acetate 
or acetic ether is obtained : 

H(O,H,O0 + OaHftOH = H,0 + 0,H»(0,H,0>) 

687. Acetic acid does not act as a Beduoing Agent as readily as do most 
of the organic carbon componnds. It reduces permanganates and chro- 
mates but slowly, even in boiling solution ; reduces auric chloride only in 
alkaline solution, and does not reduce alkaline copper solution. It takes 
chlorine into combination — slowly in ordinary light, quickly in sunlight, 
forming chloracetic acids. 

638. By ignition alone, acetates blacken, with evolution of vapor of 
acetone, C,H,0, inflammable and of an agreeable odor. By prolonged igni- 
tion of acetates in the air, cjvrbonates are obtained free from charcoal. — By 
ignition with alkali hydroxides in dry mixture, marsh-gas, CH^, is 
evolved. — By ignition with alkalies and arsenious anhydride, the oflfen- 
sive vapor of cacodyl-oxide is obtained (473). 

CITBIC ACID. H,C,H,0,. 

Oxidation valence of its elements H'^C'^H'^O"", 

CHHCO.H 

I 
Structural valence of its elements C(OH)CO,H 

CHHCO,H 

639. Found in small quantities in the juices of many fruits. The chief commercial 
isoaree is lemon- juice. It is a colorless, crjstallizable, non- volatile solid ; freely soluble 
in water and in alcohol. 

The Oitrates of the metals of the alkalies are freely soluble in water ; those of iron 
and copper are moderately soluble; those of the alkaline earth metals insoluble. There 
are many soluble double citrates formed by action of alkali citrates upon precipitated 
citrates, or of alkali hydroxides upon metallic salts in presence of citric acid. In dis- 
tinction from tartrates, the solubility of the potassium salts (642) ; non-precipitation of 
calchiin salt in cold solution ; and weaker reducing action, are to be noted. 

640. Solution of calcium hydroxide in excess (as by dropping the solution tested 
into Uie reagent) gives no precipitate with citric acid or citrates in the cold (distinction 
from tartaric acid), but on heating, the white calcium citrate, Oat(OeHftOT)t, is precipi- 
tated (not soluble in cold potassium hydroxide solution). By filtering before boiling, the 
tartrate and citrate may be approximately separated. Calcium chloride also gives the 
same precipitate after boiling. Calcium citrate is soluble in acetic acid (distinction from 
oxalates). 

641. Solution of lead acetate precipitates white, lead citrate^ VhtiOt'B.tOi)^, soluble 
in ammonia. Silver nitrate gives a white precipitate . of silver citrate, Ags(OeHftOi). 
vhich does not blacken on boiling (distinction from tartrate). 

;642. One part of citric acid dissolved in two parts of water, and treated with a solu- 
tion of one part of potassium acetate in two parts of water, should remain clear after 
Edition of an equal volume of strong alcohol (absence of oxalic acid and of tartaric acid 
•nd its isomers). 

643. Citric acid does not act very readily as a reducing agent ; does not reduce alka- 
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line copper solution, or silver solution, or permanganate but very slowly. Concentrated 
nitric acid produces from it, acetic and oxalic acids; and digestion with manganese di- 
oxide decomposes it, with formation of acetone, acrylic, and acetic acids. Citrates car- 
bonize on ignition, with various empyreumatic products, and with final formation of car- 
bonates. By fused potassium hydroxide, short of ignition, they are decomposed with 
production of oxalate and acetate. 



TARTAEIC ACID. H,C,H,0.. 

Oxidation valence of its elements. . .H',(CJ^^^\0-", 

CH(OH)CO,H 

Stractural valence of its elements. . « i 

CH(OH)CO,H 

644. Tartaric acid is foand in various fruits. The chief commercial 
source is grape-juice. 

Tartaric acid is a colorless, ciystallizable, non-volatile solid^ freely solu- 
ble in water, and in alcohol. It may be separated from bases by adding 
sulphuric acid and alcohol. 

The Tartrates of the alkali bases are soluble in water ; the normal tar- 
trates being freely soluble^ the acid tartrates of potassium and ammonium 
sparingly solubje. The tartrates of the alkaline earth bases and of the non- 
alkali bases, are insoluble or sparingly soluble, but mostly dissolve in solu- 
tion of tartaric acid. Most of the tartrates are insoluble in alcohol. There 
are double tartrates of heavy metals with alkali metals, which dissolve in 
water. 

Hydrochloric, nitric, aud sulphuric adds transpose the tartrates 
(whether forming solutions or not). Most of the tartrates are also dis- 
solved (and, if already dissolved, are not precipitated) by the alkali hy* 
droxides, owing to the formation of soluble double tartrates (153). 

The potassium acid tartrate, precipitated with help of alcohol, and the 
silver reduction, are of greatest analytical interest. 

645. Solution of calcium hydrate, added to alkaline reaction, precipi- 
tates from cold solutiori of tartaric acid, or of soluble tartrates, calcium tar- 
trate, white, Ca(C^H^O.). Solution of calcium cljloride with neutral tar- 
trates, gives the same precipitate. Solution of calcium sulphate forms a 
precipitate but slowly, or not at all (distinction from racemic acid). The 
precipitate of calcium tartrate is soluble in cold solution of potassium hy- 
droxide, precipitated gelatinous on boilings and again made soluble on cool- 
ing (distinctions from citi*atc), aud dissolves in acetic acid (distinction 
from oxalate). 

646. Silver nitrate precipitates, from solutions of normal tartrates, sil- 
ver tartrate, Ag,(C^H^O,), white, becoming black when boiled. If the pre- 
cipitate is filtered, washed, dissolved from the filter by dilute ammonium 
hydroxide into a clean test-tube, left for a quarter of an hour on the water- 
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bath, the silver is reduced as a mirror coating on the glass (421), distinc- 
tion from citric acid. Free tartaric acid does not reduce silver salts. Per- 
manganate is reduced quickly by alkaline solution of tartrates (distinction 
from citrates)^ precipitating manganese dioxide, brown. Free tartaric acid 
acts but slowly on the permanganate. Alkaline copper tartrate resists re- 
duction in boiling solution. Chromates are reduced by tartaric acid, the 
solution turning green. The oxidized products, both with permanganate 
and chromate, are formic acid, carbonic anhydride, and water. 

647. On ignition, tartaric acid or tartrates evolye the odor of burnt 
sugary separating carbon, and becoming finally converted to carbonates. — 
Strong sulphurio acid also blackens tartrates, on warming. Melted po- 
tassium hydroxide, below ignition, produces acetate and oxalate. 



CABBON MONOXIDE. CO. 

Oxidation valence of its elements C"0*" 

Vapor density, 14 ; fixing the molecular formula as CO, and not C,0,. 

648. Preparation. — (1) By burning carbon in a limited supply of air. 
(2) By passing steam over excess of charcoal at a white heat. (3) By pass- 
ing CO, over red hot charcoal. (4) By passing CO, over red hot Pe. 
(5) By heating Na^SO^ with excess of charcoal. (6) By heating an oxalate 
or formate with concentrated H,SO^. (7) By heating together K^Fe(CN), 
and concentrated H,SO«. If the H,SO^ is dilute, HCN is formed. (8) By 
heating metallic oxides with an excess of charcoal. 

2. H4O + O = 00 + Ht 

8. CO, + O = 200 

4. 400, + 8Pe = Pe,0« + 400 

5. Na,804 + 40 (excess) = Na^S + 400 

6. K,0,04 + 2H,S04 = Et804 + HaS04.HfiO + CO + CO, 
2KHOO3 + H,80« = K,S04 + 200 + 2H,0 

7. K4Pe(ON)« + 6HaS04 + 6H,0 = 600 + 2E,S04 + 8(NH4)aS04 + PeSO* 

8. ZnO + O (excess) = Zn + CO 
Pe,0« + 30 (excess) =r 2Pe + 800 

649. Properties. — At ordinary pressure liquefies at -193° C. (Wrob- 
LBWSKi, 1884). Under pressure of not less than 60 atmospheres, liquefies 
at -136° C. (Olszewski, 1884). Pressure without cold has as yet failed to 
liquefy it. It is a narcotic poison. It burns in the air to CO,, explosiyely 
if mixed in suitable proportions. Does not support combustion. Com- 
bines with CI in the sunlight, forming phosgene gas, COCl,,. Forms potas- 
sium formate wlien warmed with KOH (a). It is oxidized to CO, by 
B:,Cr,0, and H,SO, (J), and by PdCl,, Pd being formed (c). Heated to a 
white heat with K or Na or Mg, free carbon is formed. 

After separation from interfering gases, it is estimated: (1) By absorp- 
tion by a " papier-mache " ball of Cu,Cl,. (2) It is absorbed by a similar 
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ball of K06 (see equation (a) below). These balls are placed in a mea- 
sured portion of the gas, and the decrease in volume shows the amount of 
CO that has been absorbed. The reducing action upon oxides by charcoal 
mentioned in 631 may (theoretically) be produced by carbon monoxide, but 
conclusive experiments have not been reported upon all, and there may be 
exceptions. 

a. CO + KOB = KOHO, 

h. K,Or,OT + 4H,804 + 800 = Or,(80«). + K,SO« 4- 800t + 4H«0 

e. PdOls + OO + H«0 =r Pd 4- 2H01 + 00% 

d. Mg + OO = MgO + O 



OXALIC ACID. H,C,0,. 

Oxidation valence of its elements. . .H',C'",0"'\ 

OO 
I I 

Structural valence of its elements. . .H-O-C-C-O-H 

660. Oooiirrenoe. — Found in many plants, either in a free state or as an 
oxalate. In sorrel it is found as KHC,0^ ; in rhubarb as CaC^O^. 

Froduotion — (1) By action of nitric acid sp. gr. 1.38 upon sawdust, 
starch, or sugar. By the continued action of concentrated nitric acid, after 
the sugar is all oxidized to oxalic acid, the latter is farther oxidized to CO,. 
(2) By heating sawdust with EOH or NaOH. Hydrogen is evolved, the 
cellulose, C,H,^0^, being converted into oxalic acid. Tinder certain condi- 
tions, additional products are formed. It is also formed in the oxidation 
of a great many organic compounds. 

0„H,,0,i 4- 12HNOs = 6H,C,04 + 12NO + llHuO 
3H,0,04 4- 2HNO. = 600, + 2NO + 4HaO 
OsHioOft + 6KOH + HaO = 8Ka0904 4- 9H« 

661. Absolute oxalic acid, H,C,0^, is a white, amorphous solid, which 
by care may be sublimed with only partial decomposition (a), at about 165^ 
0. (329° F.) Crystallized oxalic acid, Hj,C,0^.2H,0, efiSoresces very slowly 
in warm, dry air, and melts in its crystallization- water at 98° C. (208° F.); 
at which temperature the liquid soon evaporates to the absolute acid. 
Oxalic anhydride is not formed. 

a. H9C3O4 = H9O + CDs + CO 

Concentrated stdphurio aoid, with a gentle heat, decomposes oxalic 
<i€id, by removing the elements of water from it, with effervescence of car- 
bon dioxide and carbon monoxidey according to the equation in the preced- 
ing paragraph. With oxalates, the decomposition generates the same gases. 
Other strong dehydrating agents produce the same result. 

The effervescing gas, CO, + CO, gives the reactions for carbonic anhy- 
dride ; also, if in a sufficient quantity, it will bum with a bluefiame^ when 
ignited, by the oxidation of the carbon monoxide. 
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662. The Oxalates of the metals of the alkalies are soluble in water ; 
nearly all those of the other metals are either insoluble or sparingly soluble 
in water. (Chromic oxalate is freely soluble in water ; magnesia oxalate, 
sparingly soluble.) 

In aHalysis, calcium oxalate is the precipitate most used, soluble in hy- 
drocliloric, not in acetic, acid. Also, the redncing action (655), decompo- 
eition with sulphuric acid (651), and ignition (656), serve in identification. 

653. The metallic oxalates, soluble and insoluble, are transposed by 
dilute sulphiirio, hydrochloric, and nitric acids, with formation of oxalic 
add: 

OaOaOi + 2H01 = OaOls + HaOs04 

That is : the precipitated oxalates of these metals, which form soluble 
chlorides, dissolve in dilute hydrochloric acid j of those metals which form 
soluble sulphates, in dilute sulphuric acid ; and all precipitated oxalates 
dissolve in dilute nitric acid. 

Aoetio acid does not dissolve precipitated oxalates, or but slightly. 
Certain of the oxalates dissolve, to some extent, in oxalic acid (as acid 
oxalates). 

664. The precipitates of oxalates are white. It follows, from 653, that 
solution of oxalic acid can be precipitated but very slightly by any metallic 
salts of the stronger acids. 

Solutions of metallic oxalates give, with soluble salts of calcium, a quite 
complete precipitate of calcixun oxalate^ CaC,0^ ; with salts of barium, in 
solutions not very dilute, a slightly soluble precipitate of barium oxalate^ 
BaC,0^ ; with ferrous salts, a yellowish precipitate of ferrous oxalate, 
FeC,0^, not soluble in oxalic acid ; with salts of lead, as stated in 394 ; 
with salts of silver, a characteristic reaction, as stated in 418 and 656 c. 

666. Oxalic acid is a decided Redaclng Agent, being converted to water and car- 
Ionic anhydride (a), and the metallic oxalates to carbonates and carbonic anhydride (b), 
by all strong oxidizing agents. The action of oxidizing agents is given in 659. 

a. H9O1O4 + O = H,0 + 2OO9 
6. KsOs04 + O = EaOOs + OO9 

666. The oxalates are all dissociated on ignition. Tho^e of the metals of the alkalies 
and alkaline earths are resolved at an incipient red heat, into carbonates and carbon 
monoxide (a) — a higher temperature decomposing the carbonates. The oxalates of 
nietals, whose carbonates are easily decomposed, but whose oxides are stable, are resolved 
into oxides, carbonic anhydride, and carbon monoxide (b). The oxalates of metals, 
whose oxides are decomposed by heat, leave the metal, and give off carbonic anhydride 
(0- As an example of the latter class, silver oxalfUe, when heated before the blow-pipe, 
decomposes explosively, with a sudden puffing sound — a test for oxalates : 

a. Oa0304 = OaOOs + OO 

b. ZnOaOi = ZnO + CO9 + OO 
e. Ag90a04 = 2Ag + 2OO9 

667. «. Oxalates are formed by treating the oxide, hydroxide, or carbo- 
nate with oxalic acid. In this manner maybe made the oxalates of Pb, 
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Ag, Hg', Hg", Sn ', Bi, Cu ", Cd, Zn, Al, Co", Ni, Mn", Fe", (Fe,)^, (Cr,)^ 
Ba, Sr, Ca, Mg, Na, and K. And some others. 

b. By adding oxalic acid to some soluble salt of the metal. In this man- 
ner the above oxalates may be made, except alkali, magnesium, chromic, fer- 
ric, aluminic, and stannic oxalates, which are not precipitated. Antimoni- 
ous salts are precipitated, but the precipitate is basic. 

c. Alkaline oxalates will precipitate the same solutions as oxalic acid, 
but many of the precipitates are soluble in excess of the alkaline oxalate, 
and, as a rule, tlie salt found is a double one, e.^., AgNH^C,0^. The fourth- 
group metals are well-defined exceptions to this rule — their precipitates, 
formed by this method, being normal oxalates. 

iL Some of the metals when finally divided are attacked by oxalic acid, 
hydrogen being evolved. 

668. Estimation. — (1) It is precipitated as CaC,0« ; after washing, the 
Ca is determined by (141), from which the oxalic acid is calculated. (2) 
By the amount of K,Mn,0. which it will reduce. (3) By measuring the 
amount of CO, evolved when it is oxidized in any convenient manner, usu- 
ally by MnO,. (4) By the amount of gold it reduces from AuCI,. 

669. Oxidation. — As a rule, reducing agents have no action on oxalic 
acid at ordinary temperatures. By fusion, however, a few metals, K, Na, 
Mg, etc., reduce it to free carbon. 

HNO, h. Nitrous acid seems to have no action on oxalic. 

HKO, c. NO is formed, and the oxalic becomes CO, \^OmelMs Sand-boot, 

9, 116]. 
Experiment : To dry oxalic acid add nitric acid, sp. gr. 1.42, or, 
better, 1.50. Test the evolved gas for CO, by passing it into a 
solution of barium chloride containing free potassium hy- 
di*oxide. 

CI d, HCl is formed, and the oxalic becomes CO, [ffmeZm** Handrhookj 

9, 116]. This change of bonds takes place more readily in 
presence of potassium hydroxide, forming KCl. 

HCIO e. Forms CO, and CI [ Watts' Dictionary of Chemistry y 4, 250 ; 

Wurtz's Dictionnaire de Cliimie, 2, 670]. If the oxalic acid 
is in excess, HCl is formed. The action is more rapid in 
presence of fixed alkali, an alkali chloride being formed. 

HCIO, /. Forms CO, and varying proportions of CI and HCl. A high 

degree of heat and excess of oxalic acid favoring the produc- 
tion of HCl [Calvert and Davies, Jour. Chem. Society, IL 
193]. 

Br g. Does not decompose oxalic acid, except in alkaline mixture, forming 

a bromide and a carbonate. 

HBrO, h. Bromine and CO, are formed. 

HIO, ?*. Forms CO, and I [H. Davy]. 



Cahbosic Axiiydride — Carbonic Acid. 183 

The following acids do uot change the bonds of oxalic acid : Car- 
bonic, phosphoric, hypophosphorous, hydrosulphuric, sul- 
phuric (but see 661), hydrochloric, hydrobromic, hydriodic, 
hydrocyanic, thiocyanic, ferricyaiiic, ferrocyanic. 

Pb"" h, PbO, with oxalic acid forms lead oxalate and CO,. 

Oxalic acid has no action upon Pb,0^, but reduces it quickly 
in presence of any acid capable of changing the Pb,0^ to 
PbO,. 

Hg" {. Oxalate of ammonia boiled in the sunlight gives Hg^Cl, and CO, 

[Gmelvi^s Hand-book, 9, 118; Watts' Dictionary of Chem- 
isiry, 4, 251]. 
Free oxah'c acid boiled in the sunlight also gives Hg,Cl,. 

Aa^ wi. H^AbO^ becomes H^AsO,, and CO, is evolved. 

To prove that As^ becomes As"', add excess of potassic hydroxide, 
and then potassium permanganate. The latter will be quickly 
decolored. 

Bi^ n. Bi,0^ becomes bismuth oxalate and CO,. 

Mn 0. Mn'^*^ becomes Mn''. (That is, all compounds of manganese having 

more than two bonds are reduced to the dyad.) In absence 
of other free acid, MnC.O^ is formed, and CO, is given off. 
If some non-reducing acid is present, such as H,SO^, it unites 
with the manganese, and all of the oxalic acid is converted 
into CO,. 

Co'" p, Co,0, and Co,(OH), form cobaltous oxalate, and CO, is evolved. 

"Si" q. Nickelic oxide and hydroxide become nickelous oxalate, and CO, is 

evolved. 

Cr^ r. Chromic acid is reduced to chromic oxalate, and CO, is evolved. 



CABBONIC ANHYDBIDE. CO,. 
CABBONIC ACID (hypothetioal). B[,CO,. 

Oxidation valence C^O"",, H',C'^0-n^ 

O 

I 
Structural valence 0==C=0, H-O-C-O-H 

660. The vapor density is 22, indicating that its molecule is CO,. Spe- 
<nfic gravity of the gM, 1.52. Of the liquid at -34° C, 1.057. At -1.6° C, 
0.91; at +IV C, 0.84 (Cailletet, 1886). Specific gravity of solid CO, 
(hammered), slightly under 1.2 (Landolt, 1884). 

661. Oooiirrenoe. — In a free state in the air, about 0.04 per cent. 
Found in great abundance in the form of carbonates in the earth's crust — 
^.g.j limestone, marble, magnesite, dolomite, etc. 

Preparation. — ^For laboratory use, it is usually made by the action of an 
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acid on some cheap carbonate — e.g.^ snlphnric acid u]K)n marble. It is pro- 
duced: (1) In respiration, {it) In fermentation. (3) Decomposition of 
carbonates by heat, except of aliodine carbonates. (4) By boming carbon, 
or any material containing carbon, in the air. (6) By reducing metallic 
oxides by carbon. (6) By the action of steam, at a red heat, upon C, GO, 
or any carbonate (except carbonates of the alkalies, which are not decom- 
posed in this manner). 

662. Properties, — A heavy, colorless gas, incombustible. A non-sup- 
porter of ordinary combustion (used in chemical fire-engines, to extiu- 
guish fire), but K, Na, and Xg bum in the gas, forming free carbon and 
an oxide of the metal. It is not poisonous, but kills by excluding the air 
from the lungs. Taken internally is sometimes healthful — e.g., soda-water. 
At 17^ 0. (63° P.), a pressure of 54 atmospheres liquefies it. At 0° C, a 
pressure of 35 atmospheres liquefies it. If the pressure be removed, the 
cold produced by its expansion (-57^ G.) freezes it to a ti-ansparent solid, 
resembling ice. Water at 15° C. absorbs its own Tolume of GO,, and un- 
doubtedly forms carbonic acid, H,00, ; but it has not been isolated. In 
this respect it should be classed with H,SO„ H^GrO^, H^AsO., etc 

The alkali metals form double carbonates with hydrogen, or acid car- 
bonates, as KHGO^. The anhydride, 00„ is often (improperly) designated 
as carbonic acid. 

668. The Garbonates of the metals of the alkalies are very freely solu- 
ble in water; the hydrogen carbonates of the same metals, moderately 
soluble in water. All other metallic carbonates are insoluble in water. 
The carbonates of the alkaline earth metals, and of some others, dissolve 
slightly in water saturated with carbonic acid, and to a greater extent in 
water saturated with compressed carbonic acid — from which solutions 
they are fully precipitated on heating in open vessels. Alcohol dissolves 
normal ammonium carbonate, but metallic carbonates are insoluble in al- 
cohol. 

In analysis, the carbonates are denoted by the sudden effervescence, etc* 
(664), caused even by acetic acid. 

664. The carbonates, both soluble and insoluble, are decomposed by all 
the adds (except hydrosulphuric and hydrocyanic), even when Very di- 
lute. The decomposition is attended by sudden effervescence of carbonic 
anhydride^ GO,, which reddens moist litmus (a). 

With normal carbonates in cold solution, slight additions of acid (short 
of a saturation of half the base) do not cause effervescence, because acid 
carbonate is formed {b)\ and when there is much free alkali present (as in 
testing caustic alkalies for slight admixtures of carbonate), perhaps no effer- 
vescence is obtained. By the time all the alkali is saturated with acid,, 
there is enough water present to dissolve the little quantity of gas set free. 
But if the carbonate solution is added drop by drop to the acid, so that the 
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latter is constantly in excess, even slight traces of carbonate give notable 
effervescence. 

a, K,00. + 2H01 = 2E01 + H3O + OO, 
d. K,CO, 4- HCl = EOl + EHCO, 

666. The effervescence of carbonic acid gas, CO,, is distinguished from 
that of H,S or SO, by the gas being odorless, from that of N,0, by its being 
colorless and odorless ; from all others by the effervescence being propor- 
tionally more forcible. It should be remembered, howeyer, that CO, is 
evolved (with CO) on adding strong sulphuric acid to oxalates or to cyan- 
ates. 

On passing the gas, CO,, into solution of calcium hydroxide (a); or 
of barium hydroxide (6)*; or into solutions of calcium or barium chloride, 
containing much ammonium hydroxide (c), or into ammoniacal solution 
of lead acetate (J), a white precipitate or turbidity of insoluble carbonate 
is obtained. In the case of the solution of lime (or of baryta if dilute), the 
precipitate is soluble in sufficient excess of the gas — i.e., in water saturated 
with carbonic acid ; but it is not easy to saturate with gas generated in an 
open test-tube. The precipitate may be obtained by decanting the gas (one- 
half heavier than air) from the test-tube in which it is liberated into a 
(wide) test-tube, containing the solution to be precipitated ; but the opera* 
tion requires a little perseverance, with repeated generation of the gas, 
owing to the difficulty of displacing the air by pouring into so narrow a 
vesiel. The result is controlled better by generating the gas in a large 
test-tube, having a stopper bearing a narrow delivery-tube, so bent as to be 
tamed down into the solution to be precipitated. 

a. OOa + Oa(OH)« = OaOOt + H9O 

b. 00, + Ba(OH)i = BaOOa + H9O 

e, OOi + CaOla + 2NH4OH = CaOOa + 2NH4OI + HsO 
d, CO9 + Pb|0(OsHsO,)3 = PbOOi + Fb(CsHsOa)s 

The solutions of calcium and barium hydroxides furnish more delicate 
tests for carbonic anhydride than the ammoniacal solutions of calcium and 
barium chlorides, but less delicate than lead basic acetate solution. The 
latter is so rapidly precipitated by atmospheric carbonic anhydride, that it 
cannot be preserved in bottles partly full and frequently opened, and 
cannot be diluted clear, unless with recently boiled water. 

668. Solutions of the acid carbonates effervesce, with escape of CO,, on 
boiling or heating, thus : 

2KH00. = K,00, + HaO -h OOa. (Gradually, at 100'' C.) 

2NaH00, = NaaOO, 4- HaO + OO,. (Gradually, at W C. ; rapidly at 90' to 100' C.) 
2NH4HCO, = (NH^aOOj + HaO + OOa. (Begins to evolve OOa at 36" C.) 
(NH4)3a(00,), = 2(NH4)aOOa + HaO 4- OOa. (Begins at 49" C.) 

667. Solutions of carbonates form precipitates with salts of all metals, 
except those of the alkalies ; the precipitate being, in the larger number 
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of cases, a carbonate or basic carbonate ; in some cases, a hydroxide, with 
efifervescence of CO, : 

SaOOa + FeOlt = FeOOa + 2K01 
dX,COt + Fo,01« + 8H,0 = Fa,(OH). + 8K01 + SCO. 

668. On ignition, the normal carbonates of the metals of the fixed alka- 
lies are not decomposed ; the carbonates of barium, strontium, and calcium 
are dissociated slowly, at wliite heat, forming the oxide and CO,. At a 
lower temperature, ignition changes all other carbonates to the oxide and 
CO,, except that tlie carbonates of silver, mercury, and some of the rarer 
metals are reduced to the metallic state, CO, and oxygen being eyolyed. 

669. To detect free carbonic acid in presence of bicarbonares, a solution 
of 1 part of rosolic acid in 500 parts of 80 per cent, alcohol may be em- 
ployed, to which barium hydroxide has been added until it begins to ac- 
quire a red tinge. If 0.5 c.c. of this rosolio acid solution is added to about 
50 c.c. of the water to be tested — spring water, for instance — the liquid 
will be colorless, or at most faintly yellowish if it contains free carbonic 
acid, whereas, if there is no free carbonic acid, but only double salts, it will 
be red (M. v. Pettenkofeb). 

Salzer {Zeit. Anal, Chem., 20, 227) gives a test for free carbonic acid 
or bicurbonates in presence of carbonates, founded on the fact that the 
Nessler ammonia reaction (40) does not take place in presence of free car- 
bonic acid or carbonates. 

670. Preparation of Carbonates. — Na,CO, is made by converting Kad 
into Na,SO^, by treating it with H,SO^; then by long ignition with coal and 
oalcium carbonate, impure sodium carbonate is formed (Leblanc's pro- 
cess). 

Nat80« + 40 -I- OaOO. = OaS + 400 + Na,CO, 
It is separated by lixiviation with water, and farther purified. The 
other method, known as the ammonia, or Solway's process, consists in pass- 
ing NH, and CO, into a concentrated solution of WaCl («). The NaHCO, 
is converted into Na,CO, by heat, and the evolved CO, used over again (J). 
The NH^d is treated with MgO (c), and the NH, which is given off is 
used over again. The MgCl, is strongly heated {d) and the MgO is used 
over again, and the evolved gais sold as hydrochloric acid. This oontina* 
0X18 process is rapidly superseding the Leblanc process. 

a. NaOl + NHj + H|0 + COt = NaHOOa -f- NH«01 
6. 2NaHCOs -h heat = NaHOOa -h OO9 + H,0 

c, 2NH4OI + MgO = MgOl, + 2NH. + H,0 

d, MgCl, + H,0 + heat = MgO + 2H01 

The other carbonates are mostly made from the sodium salt. 

The normal carbonates of Ag, Cd, VLn!\ Fe", Ba, Sr, and Ca, may bo 
formed by precipitation with alkaline carbonates, and HgCO, is formed by 
fixed alkaline, not by ammonium carbonate. 

Basic salts are formed by adding alkaline carbonates to solutions of Fb» 
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Biy Cu, Zn, Co, Ni, and Mg. SbCl, is precipitated as Sb^O,, and salts of 
Sn", Sn^, Al, (Fe,)% and (Cr,)^^ as a hydroxide. Fixed alkaline carbo- 
nates with HgCl, precipitate a basic chloride, with Hg(NOj, a basic car* 
bonate. 

The above carbonates, both the normal and basic, may also be formed by 
adding CO, to the respectiye hydroxides. 

Oxidation. — The carbon of CO, cannot be farther oxidized. Hence, it 
cannot, under any conditions, act as a reducing agent. At a red heat it is 
reduced to CO by carbon or steam ; and to free carbon by ignition with 
Na, K, or Mg. 

CYANOGEN. C,N,. 

Oxidation valence C'",N'"', 

Structural valence NEC-ON" 

671. Specific gravity of gas, 1.806 (Gay-Lussac); of liquid, 0.866 (Far- 
aday, 1845). Vapor density, 26 (H=l), indicating that the molecule is 
€,N,. Not found in nature in a free state. 

Preparation. — (1) By the action of heat upon the cyanides of mercury, 
silver, or gold. (2) By dry distillation of ammonium oxalate. (3)' By 
fusion of KCN with HgCl,. 

1 Bg(ON), = Hg + C,N, 

2 (NH4)s090« = 4H,0 + OaN, 

3 2KCN + HgOl, = Hg + 2S01 + 0,Nt 

Froi>erties. — A colorless gas, having the odor of bitter almonds. It is 

intensely poisonous. A pressure of four atmospheres liquefies it at 7.2^ C. 

In ordinary atmospheric pressure it liquefies at -30** C. and freezes at -34® 

C. Water dissolves 4^, ether 5, and alcohol 23 volumes of the gas. It 

bums in the air, giving CO, and free nitrogen. With KOH forms KCN 

and ECNO. 

20N + 2KOH = SON + KONG + B,6 



HYDHOCYANIC ACID. HON. 

Oxidation valence H'C"N^" 

Structural valence H-C=N 

672. Specific gravity of liquid, at 18° C, 0.6969 (Gay-Lussac). Sped- 
fie gravity of vapor, 0.947. Vapor density (H=l), 13.5. The liquid boils 
at 26.5° C. and freezes at -15° C. (Gay-Lussac). 

Occurrence. — The kernels of bitter almonds, peaches, apricots, plums, 
cherries, and quinces ; the blossoms of the peach, sloe, and mountain-ash ; 
the leaves of the peach, cherry-laurel, and Portugal laurel ; the young 
branches of the peach ; the stem-bark of the Portugal laurel and mountain- 



188 Hydrocyanic Acid. 

ash ; and the roots of the last-named tree, when soaked in water and dis- 
tilled after a wliile, yield hydrocyanic acid, together with bitter-almond 
oil. 

678. Preparation. — (1) By action of dilute sulphuric acid on K^Fe(GN),. 

(2) By heating chloroform with ammonium hydroxide. (3) By action of 
acids upon metallic cyanides. (4) By action of H,SO^ on Hg(CN), in 
presence of Fe. 

1 2K«Fo(ON)« + 8H,804 = 6HON + KiFe.(ON)« + 8K,80« 

2 OHOls + NH. = HON + 3H01 
8 RON + HOI = KOI + HON 

4 Hg(ON), + Fe + HtSO* = 2HON + Fe80« + Hg 
674. Freparation of MetaUio Cyanides. — (1) By action of HON on 
metallic hydroxides. (2) By action of soluble cyanides on metallic salts. 

(3) KON may be made by passing nitrogen over a red hot mixture of 
K,CO, and carbon, or (4) by igniting K^Fe(CN)„ or (5) heating K^Fe- 
(CN), with K,CO,. If prepared in this manner, it contains some cyanate. 

8 E,OOa + 40 + N, = 2KON + SCO 

4 K4Fe(ON)e = 4KON + FaC, + N. 

5 K«F6(ON)e + E,00, = 5KON + KONO + F« + CO. 

676. Absolute hydrocyanic acid, HON (formerly called prossic acid), at ordinary 
temperatures is a colorless liquid, boiling at 26.5° C. (81.5° F.), soluble in all proportions 
in water, alcohol, and in ether— decomposing slightly in its water solutions, scarcely at 
all in the dark. It vaporizes from its solutions, the more rapidly iis they are more con- 
centrated and at higher temperatures, and distils readily unchanged. It has a charac- 
teristic odor presented in a modified form by bitter almonds. The pharmacopoeial solu- 
tion, *' diluted hydrocyanic acid " (not Scheele's), contains two per cent, of the acid. 
(The vapor, unless greatly diluted with air, is a quick poison by inhalation : aatidottis, 
chlorine or ammonia, by inhalation ) 

676. The Cyanides of the alkali metals, alkaline earth metals, and mer* 
curie cyanide, are solnble in water — barium cyanide being but sparingly 
soluble. The solutions are alkaline to test-paper. The other metallic cyan- 
ides are insoluble in water. Many of these dissolve in solutions of alkaline 
cyanides, by combination, as dovble metallic cyanuhs. 

In analysis, the most delicate tests for hydrocyanic acid are the produc- 
tions of color compounds of iron (682, 681). For the silver precipitate, 
679. 

677. There are Two Classes of Double Cyanides, both of which are 
formed when a cyanide is precipitated by an alkali cyanide, and redissolved 
by excess of the precipitant, as shown in equation a. 

Class I. Double cyanides wJtieh are not affected by alhaXi hydroxides, hut mffer dis- 
sociation when treated with dilute acids (6). These closely resemble the double iodides 
(potassium mercuric), and the double sulphides or thiosalts (457 e, etc.) The most fre- 
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qaently occurring of the double cyanides of this class, which dissolve in water, are given 
below. 

a. HgOl, + 2KON = Hg(ON), + 2E01 

Hg(ON), + 2EON = (KON),Hg(ON), 
h. (KON),Hg(ON), + 2H01 = Hg(ON), + 2K01 + 2HCN 

Potassium (or sodium) zinc cyanide, K«Zn(ON)4 or (KON)flZii(ON)3. 

Potassium manganic cyanide (or potassium mauganicyanide), E«Mnt(ON)if 

Potassium (or sodium) nickel cyanide, KaNi(ON)4 or (KON)aNi(ON)9. 

Potassium (or sodium) copper cyanide, K90u(ON)4 or (KCN)aOii(ON)t. 

Potassium cadmium cyanide, KaOd(ON)4 or (EON)aOd(ON)9. 

Potassium (sodium or ammonium) silver cyanide, KONAgCN or KAg(CN)s. 

Potassium (or sodium) mercuric cyanide, KaHg(CN)4 or (KON)9Hg(ON)9. 

Potassium (or sodium) auric cyanide, KAii(ON)4 or EONAu(ON)i. 
Class II. Double cyanides which, as precipitates^ are transposed by alkali hydrox- 
ides, in dilute solution (e), and are transposed, without dissociation, by diltUe acids (d)» 
Id these double cyanides, as potassium ferrous cyanide, E4Fe(CN)a, the whole of the 
cyanogen appears to form a new compound radical with that metal whose single cyanide 
is insoluble in water ; thus, Fe(ON)s as " ferrocyanogen," giving K4Fe(ON)eas "po- 
tassium ferrocyanide " (for the potassium ferrous cyanide). These more stable double 
cyanides or '' ferrocyanides," etc., correspond to the platinic double chlorides or ** chlo- 
roplatinates " (587), and the palladium double chlorides, or chloropalladiates (595). The 
most frequently occurring of the double cyanides of this class, which are soluble in water, 
are given below. 

c. OiiaFe(ON)fl + 4KOH = 20iK0H)a + K4Fe(ON)a 

d. K4Fe(ON)« + 2HaS04 = 2KaS04 + H4Fe(ON). 
K6Fea(ON)ia + 3Ha804 = 8Ka804 + HeFes(ON)ia 

Alkali ferrocyanides, as E4Fe"(ON)«, potassium ferrous cyanide. 

Ferricyanides, as E8Fea^(ON)ia, potassium ferric cyanide. 

Cobalt icyan ides, as Ea(Oo9)vi(ON)i8, potassium cobaltic cyanide. 

Manganicyanides, as K9{Iibki)^i{01X)i9, potassium manganic cyanide. 

Chromicyanides, as E8(Ora)vi(ON)ia, potassium chromic cyanide. 

The easily decomposed double cyanides of Class I. are, like the single cyanides, in- 
tensely poisonous. The difficultly decomposed double cyanides of Class II. are not poi- 
sonous. 

678. The Single Cyanides are transposed by the stronger mineral 
acids, more or less readily, with liberation of hydrocyanic acid, HON, effer- 
Tescing from concentrated or hot solutions, remaining dissolved in cold and 
dilute solutions. Mercuric cyanide furnishes HON by action of H,S, not 
by other acids. The cyanides of the alkali and alkaline earth metals are 
transposed by all acids— even the carbonic acid of the air — and exhale the 
odor of hydrocyanic acid. 

679. Solution of silver nitrate precipitates, from solutions of cyanides 
or of hydrocyanic acid (not from mercuric cyanide) silver cyanide^ AgCN, 
white, insoluble in dilute nitric acid, soluble in ammonium hydroxide, in 
hot ammonium carbonate, in potassium cyanide, and in thiosulphates — 
nniform with silver chloride. Cold strong hydrochloric acid decomposes it 
with evolution and odor of hydrocyanic acid (recognition /rom cA/mrfe); 
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and when well washed^ and then gently ignited, it does not melt, but 
leaves metallic silver, soluble in dilate nitric acid, aud precipitable as chlo- 
ride (distinction and means of separation from chloride). 

680. Solution of merourotu nitrate, with cyanides or hydrocyanic acid, 
is resolved into metallic mercury ^ as a gray precipitate, and mercuric cyan- 
ide and nitrate, in solution. Salts of copper react, as stated in 344 ; salts 
of lead, as stated in 395. 

681. Ferrous lOtlts, added to saturation, precipitate from Bolutions of 
cyanides, not from hydrocyanic acid, ferrous cyanide, Fe(CN),, white, if 
free from the ferric hydroxide formed by admixture of ferric salt, and, 
with the same condition, soluble in excess of the cyanide, as (with potas- 
sium cyanide), (KCN),Fe(CN), = K4Fe(CN),, potassium /errocyanufe (a). 
On acidulating this solution, it gives the blue precipitates with iron salts, 
more marked with ferric salts {b) : 

a. 2KCN + FeSOi = F6(ON), + K,80« 

Fe(ON), + 4KON = K«Fe(OM)« 
d. 3K«F0(ON)« + 2Fe,01« = Fe«(Fe(ON)«)i 4- l^OI 
This production of the blue ferric ferrocyanide is made a delicate test for 
hydrocyanic acid, as follows: A little pottissium hydroxide and ferrous sul- 
phate are added, tlie mixture digested warm for a short time ; then a very 
little ferric chloride is added, and the whole slightly acidulated (so as to 
dissolve all the ferrous and ferric hydroxides), when prussian blue will ap- 
pear, if hydrocyanic acid was present. 

682. The production of the red ferric thiocyanate is a test for hydrocy- 
anic acid, more delicate than formation of ferrocyanide. By warm digestion 
this reaction occurs : 2KCN + 8, = 2KCNB ; or : 

2(NH«),8« + 4HON = 4NH«ON8 + 2H,S + 8, 
To the material in an evaporating-dish, add one or two drops of yellow 
ammonium sulphide, and digest on the water-bath until the mixture is 
colorless, and free from sulphide. Slightly acidulate with hydrochloric 
acid (which should not liberate H,S), and add a drop of solution of ferric 
chloride ; the blood-red solution of ferric thiocyanate will appear, if hydro- 
cyanic acid was present. 

683. Solution of nitrophenlc add, OftH9(N09)tOH, added, in a small quantity, to a 
neutralized solution of cyanides of alkali metals, on boiling (and standing), gives a blood- 
red color, due to picrocyanate (as K0|»H4N|06). This test is very delicate, but not very 
distinctive, as various reducing agents give red products with nitrophenic acid. 

684. The fixed aUcali hydroxides, in boiling solution, strongly alkaline, gradually 
decompose the cyanides with production of ammonia and formate. Ferrocyanides and 
ferricyanides finally yield the same products. Dilute alkalies, not heated, transpose, as 
by equation c, 677. 

HON + KOH + H,0 = KOHO, + NH. 
By fusion with alkali hydroxides, all cyanogen compounds yield ammonia. Ooncesi* 
treted lulphnxio aoid decomposes cyanogen in all of its compounds. 
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686. Cyanides are Reduolng Agents— in the wet way having a moderate, in the dry 
way a forcible action ; and in either way removing sulphur, as well as oxygen : 

With oxides : O 4- KON = EONO 
With sulphides : 8 + EON = EON8 

In solution : cyanides decolorize the permanganate, but do not reduce the cupric 
hydroxide with potassium hydroxide. 

By fusion : cyanides are employed as the most efficient of agents for obtaining metals 
from their oxides or sulphides, as has been stated with reference to arsenic, tin, etc. 
The cyanates and thiocyanates, so formed, are not readily decomposed by heat alone. 

By exposure to the air, cyanides acquire some proportion of cyanates, and commer.^ 
cial cyanide of potassium contains cyanate. 

FEBBOCYANIC ACID. H,Pe(CN),. 

Oxidation valence H\Pe"(C"N-"0,* 

686. Absolute ferrocyanic acid, frequently called hydrof errocyanic acid, H4Fe(ON)ft 
—see 677, Class II. — is a white solid, freely soluble in water and in alcohol. The solu- 
tion is strongly acid to test-paper, and decomposes carbonates with effervescence, and 
acetates. It is non- volatile, but absorbs oxygen from the air, morer rapidly when heated^ 
evolving hydrocyanic acid and depositing prussian blue, thus: 

7H4Fe(ON)e + O, = Fe4(re(ON).), 4- 2H,0 + 24HON 

687. Ferrocyanic acid is formed by transposition of metallic ferrocyanides in solu- 
tion, with strong acids (a). When the solution is heated, hydrocyanic acid is evolved ; 
in the case of an alkali ferrocyanide, without absorption of oxygen (6). Potassium ferro- 
cyanide and sulphuric acid are usually employed for preparation of hydrocyanic acid: 

a. E«Fe(ON). + 2H,S04 = 2E,804 + H4Fe(ON), 
6. 3H4Fe(ON)« + E4(Fe(ON)«) = 2E,FeFe(ON)e + 12HON 
a and 6. 2E4Fe(ON)« + 8H,804 = 8K,804 + S,FeFe(ON). + 6HON 

688. The Ferrocyanides of the alkali metals, strontium, calcium, and 
magnesium, are freely soluble in water; of barium, sparingly soluble ; of 
the other metals, insoluble in water. There are double ferrocyanides ; 
soluble and insoluble ; that of barium and potassium is soluble, but jt^o/amo 
calcic ferrocyanide is insoluble. The most of the ferrocyanides of a heavy 
metal and an alkali metal a;re insoluble. Potassium and sodium ferrocyan- 
ides are precipitated from their water solutions by alcohol (distinction from 
ierricyanides). 

The soluble ferrocyanides are yellowish in solution and in crystals, 
white when anhydrous. The insoluble ferrocyanides have marked and 
very diverse colors — as seen below. 

In analysis, soluble ferrocyanides are recognized by their reactions with 
ferrous and ferric salts and copper salts (689). Separated from ferricyan- 
ide, by insolubility of alkali salt in alcohol. 

689. Solutions of alkali Ferrocyanides, as E^Fe(CN),, give, with solu- 
ble salts of : 

^rponstnictiiralfonimlfle of the ferrocyanides and ferrlcyanideB see Zaden^rg^t HandwdrUrbueh 

0886) m. 83, 96. 
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AlmnlniiiTn, a white precipitate, Al,(OH), and Fe(CN), (formed 

slowly). 
Antimony, a white 
Bismuth, a white 
Cadmium, a white 



it 

€t 
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Caloiumy a white 
Chromium, no 
Cobalt, a green, then gray 
Copper, a red-brown 
Oold, no 
Iron (ferrous), whi. then blue '' 
Iron (ferric), a deep blue '' 
Ijead, a white '' 

L, a white " 



tt 

it 
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a yellow-white " 
Manganese, a white 



tt 



Mercury (mercurous), a whi. " 
Mercury (mercuric), a white " 



Bi,(Pe(CN),),. 

Cd,Fe(CN), (sol. in hydrochloric 

acid). 
K,CaFe(CN).. 

Co,Pe(Cir),. 
Cu,Pe(C»'),. 

K,FeFe(CN),. 

Pe,(Pe(CN).).. 

Pb,Pe(CTr),. 

(NHj,MgFe(Cir), (in presence of 
NHJ. 

K,MgFe(CN). (only in cone, solu- 
tion). 

Mn,Fe(C19'), (sol. in hydrochloric 
acid). 

Hg^Fe(CN), (gelatinous). 

Hg,Fe(CN),, turning to Hg(CN), and 
Fe,(Fe(C»'),)„ blue. 

Ni,Fe(CN),. 

Ag^Fe(CK),, (slowly turning blue), 
(gelatinous). 
UFe(CN),. 
U,(Fe(CW).).. 
Zn,Fe(CM"),. 
Insoluble ferrocyanides are transposed by alkalies (677 c, and 684). 

690. It will be obserred (677) that ferrocyanides are ferrous combinations, while 
ferricyan ides are ferric QomhmtLtions, And, although ferrocyanides are far less easily 
oxidized than simple ferrous salts, being stable in the air, they are nevertheless redno- 
ing-agentfl — of moderate power. 

2K4Fe(ON)<i + 01, = K,Fe,(ON)i, + 2KOi 

691. Oxidation. — 

HNO, a. Forms first ferricyanic acid, then nitroferricyanic acid and NO. 

HNO, b. Forms ferricyanic acid^ and then nitroferricyanic acid, NO being 

evolved. 

Ol c. Forms first ferricyanic and hydrochloric acids. Excess of chlo- 
rine to be avoided in preparation of ferricyanides. 
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Molybdenum, a brown 
Nickel, a greenish-white 
Silver, a white 
Tin (stannous, stannio), whi. '' 
TTranium (nranous), brown " 
TTranium (nranio), red-brown ** 
iZino, a white, gelatin ons 



tt 
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HGIO, d. Forms ferricyanic acid and HCl. 

Br e. Forms ferricyanic and hydrobromic acids. 

HBrO, /. Forms ferricyanic and hydrobromic acids. 

I g. Iodine is decolored by potassium ferrocyanide^ and some potas- 

sium ferricyanide and potassium iodide arc formed. The ac- 
tion is slow ahd never complete (OmelMs Hand-hook, 7, 459). 

HIO, A. Forms ferricyanic acid and free iodine. 

PbO, i. With sulphuric acid forms Pb" and ferricyanic acid. 

Ag' j. With fixed alkali^ forms an alkaline ferricyanide and metallic 

silver. 

MnO, k. With phosphoric acid, gives Mn" and ferricyanic acid. 

Mn^ Z. Forms with potassium hydroxide MnO, and potassium ferricyan- 
ide. With sulphuric acid^ manganous sulphate and ferricy- 
anic acid. 

Co'" m. With phosphoric acid, forms Co" and ferricyanic acid. 

Ni'" n. With acetic acid, gives Ni" and ferricyanic acid. 

Cr^ 0. With phosphoric acid, gives Cr"' and ferricyanic acid {Schdri' 

bein, Jour, fur Pract, Chemie, 20, 145). 

FEBRICYAiaC ACID. H,Fe,(CN),, 

Oxidation valence H',Fe"',(C"N"'")i. 

692. Absolute ferricyanic acid (quite as frequently called hydroferricyanic acid), 
H«Fei(ON)ia, is a non-volatile, orystallizable solid, readily soluble in water, with a brown- 
ish color, and an acid reaction to test-paper. It is decomposed by a slight elevation of 
temperature. In the transposition of most ferricyanides, by sulphuric or other acid, the 
hydroferricyanic acid radical is broken up. 

688. The Ferricyanides of the metals of the alkalies and alkaline 
earths are soluble in water ; those of most of the other metals are insoluble 
or sparfngly soluble. Potassium and sodium ferricyanides are but slightly, 
or not at all, precipitated from their water solutions by alcohol (separation 
from ferrocyanides). 

In analysis, the reactions with ferrous and ferric salts are distinguish- 
ing. 

The soluble ferricyanides have a red color, both in crystals and solution ; 
those insoluble have different, strongly marked colors. 

Ferricyanides are not easily decomposed by dilute acids ; but alkali hy- 
drates either transpose them (677 c), or decompose their radicals (684). 

Solutions of metallic Ferricyanides give, with soluble salts of : 

Alnmininm, no precipitate. 
Antimony, no precipitate. 
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Bismuthy light-brown precipitate, Bi,Fe,(CN),, — ^insol. in hydrochloric 

acid. 
Cadmianiy yellow precipitate, Cd,Fe,(CN)„ — sol. in acids and in ammo* 

nia. 
Chromium, no precipitate. 
Cobalt, brown-red precipitate, Co,Fe,(CN),, — insoluble in acids. With 

ammonium chloride and hydroxide, excess of ferricyanide gives a 

blood-red solution, a distinction of cobalt, from nickel, manganese 

and zinc. 
Copper, a yellow-green precipitate, Cu,Fe,(CN),, — insol. in hydrochl. acid. 
Qold, no precipitate. 

Iron (ferrous), dark blue precipitate, Fe,Fe,(CN),, — insoluble in acids. 
Iron (ferric), no precipitate, a darkening of the liquid. 
Lead, no precipitate, except in concentrated solutions (dark brown). 
Manganese, brown precipitate, Mn,Fe,(CI9')j, — insoluble in acids. 
Mercury (Merourous), red-brown precipitate, turning white on standing. 
Mercury (mercuric), no precipitate. 
Nickel, yellow-gi-een precipitate, Ni,Fe,(CN)j, — insol. in hydrochloric acid. 

Wich ammonium chloride and hydroxide, excess of ferricyanide gives 

a copper-red precipitate. 
Silver, a red-brown precipitate, Ag,Fe,(CN)., — soluble in ammonia. 
Tin (stannous), white precipitate, Sn,Fe,(CN),, — sol. in hydrochloric acid. 
Tin (stannic), no precipitate. 
Uranium (uranous), no precipitate. 
Zinc, orange precipitate, Zn,Fe,(C9r),,— soluble in hydrochloric acid and in 

ammonia. 



694. Ferricjanides, as ferric combinations, are capable of acting as Oxldisiiig' 
Agento, the radical Fe"',(0''N-"'),a. becoming Fe"(0"N-'")., and taking another por- 
tion of metal into combination, forming ferrocyanides (compare 690). 

2K.P6a(ON)„ + 2H,S = 8K4Fe(CN). + H4Pe(CN)« + 8« 
K.Fe,(ON)„ + 2KI = 2K4Pe(ON), + I. 

Nitrio acid, or acidulated nitrite, by continued digestion in hot solution, effects a 
still higher Oxidation of Ferrioyanidea, with the production, among other products, of 
nitro-ferrieyanides or nitro-prusMea. These salts are generally held to have the compo- 
sition represented by the acid H8Fe(NO)(CN)» Sodium Nitraprusside is used as a re- 
agent for soluble sulphides— that is, in presence of alkali hydroxides, a test for hydrosaU 
phuric acid ; in presence of hydrosulphuric acid, a test for alkali hydroxides. 

Oxidation. — 
HNO, a. Forms nitroferricyanic acid. 
HNO, J. Forms nitroferricyanic acid. 
H,PO, c. Forms ferrocyanic acid and H,PO^. 
H,S d. Forms ferrocyanic acid and sulphur. 
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H,SO, 0. Forms ferrocyanic acid and H^SO^. 

CI /. Decomposes^ forming various undetermined products. 

HCIO, g. Chloric acid acts upon potassium ferricyanide, forming potassium 

super-ferricyanide, K,Fe(CK'),. 

8K.Pe,(ON)„ + KOlO, + 6H01 = 6K,Pe(ON), + 7K01 + 8H,0 (Z. H. Skeaup). 

HI h. Forms ferrocyanic acid and free iodine. 

Pb" t. With potassium hydroxide, forms PbO, and potassium ferrocy- 

anide [Watts* Dictionary y 2, 248]. 

Sn" j. With potassium hydroxide, foims potassium stannate, K,SnOp 

and potassium ferrocyanide [ Watts^ Dictionary, 2, 248]. 

Mn" i. With potassium hydroxide, forms MnO, and potassium ferrocy- 
anide [Boudault, Jour, fur Frakt. Chemie, 36, 23]. 

Gr"' I. Forms in alkaline mixture a chromate and a ferrocyanide [Bou- 
dault, Jour, de Pharmacie (3), 7, 437]. 



CYANIC ACID. HCNO. 

Oxidation valence H'C^W-'"0^' 

Structural valence 



696. The cyanates of the alkalies and of the fourth-group metals may 
be made by passing cyanogen gas into the hydroxides. The cyanates of the 
alkalies are easier prepared by fusion of the cyanide with some easily re- 
dacible oxide. 

C«N, + 2KOH = KONO + KON + HtO 
RON + PbO = KONO + Pb 
4KON + Pb,0« = 4KONO + 8Pb 

The free acid may be obtained by heating cyanuric acid, H,C,N.O„ to 
redness, better in an atmosphere of CO,. Cyanic acid is found in the dis- 
tillate. H,C,N,0, = 3HCNO. 

Abflolate cyaDic acid, HONO, is a colorless liquid, giying off pungent^irritating vapor, 
and only preserved at very low temperatures. It cannot be formed by transposing me- 
tallic cyanates with the stronger acids in the presence of water, by which it is changed 
into carbonic anhydride and ammonia : 

HONO + H,0 = NHt + 00>. 

696. The Cyanates, therefore, when treated with hydrochloric or sulphuric acid, 
effervesce with the escape of carbonic anhydride (distinction from cyanides), the pun^nt 
odor of cyanic add being perceptible. The ammonia remains in the liquid as ammonium 
salt, and may be detected by addition of potassium hydroxide, with heat. 

2KCNO + 2H,804 + 2H,0 = K,80« + (NHOaSOi + 200. 

697. The cyanates of the metals of the alkalies and of calcium are soluble in water ; 
most of the others are insoluble or sparingly soluble. All the solutions gradually decom- 
pose, with evolution of ammonia. — Silver eyanate is sparingly soluble in hot water, 
readily soluble in ammonia ; soluble, with decomposition, in dilute nitric acid (distinc- 
tion from cyanide). Copper eyanate is precipitated greenish-yellow. 
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Ammonium cyanate in solution changes grsdnally, or immediately when boiled, to 
urea, or carbamide, with which it is isomeric : NH4ONO = (NHfl)'<(00)". The latter 
is recognized by the characteristic crystalline laminn of its nitrate, when a few drops of 
the solution, on glass, are treated with a drop of nitric acid. Also, solution of area with 
solution of mercuric nitrate, forms a white precipitate, OH4NsO(HgO)«, not tamed yel- 
low (decomposed) by solution of sodium carbonate (no excess of mercuric nitrate being 
taken). Solution of urea, on boiling, is resolved into ammonium carbonate, which slowly 
vaporizes : 

OH4N,0 + 2H,0 = (NH«),OOi 

Cyanates, in the dry way, are reduced by strong deoxidizing agents to cyanides 



THIOCYAinC ACID. HCNS. 

Oxidation valence H'C"TT-'"S-" 

Structural valence H-S-C=N 

608. An aqueous solution of HCNS may be obtained by treating lead 
thiocyanate suspended in water with H,S. Also treating barium thiocyan- 
ate with H,SO^ in molecular pvoportions. The anhydrous acid is obtained 
by treating dry Hg(CNS), with H,S. Potassium thiocyanate is formed by 
fusing KCN with S. Or two parts of K^Fe(CN'), with one part of sulphur. 
Also by fusing the cyanide, or ferrocyanide of potassium with potassium 
tbiosulphate, K,S,0,. 

2KON + 8, = 2KON8 

K4Fe(ON)« + 38, = 4KON8 + F6(ON8), 

4KON + 4K,S,0, = 4KON8 + 3K,80« + K,8 

2K«Fe(ON), + 12S,8,0. = 12EON8 4- 9KtiSO« + K,8 + 2Fe8 

Thiocyanic is quite as frequently called sulphocyanic acid, and its salts 

either sulphocyanides or sulphocyanates. It corresponds to cyanic acid, 

HCN'Oy oxygen being substituted for sulphur. 

699. Absolute thiocyanic acid, HONS, is a colorless liquid, crystallizing at 12^ C. 
(54'' F.)) and boiling at 85° C. (185 ** F.) It has a pungent, acetous odor, and reddens lit- 
mus. It is soluble in water. The absolute acid decomposes quite rapidly at ordinary 
temperatures; the dilute solution, slowly; with evolution of carbonic anhydnde, carbon 
disulphide, hvdrosulphuric acid, hydrocyanic acid, ammonia, and other products. 

The same products result, in greater or less degree, from transposing iolttbte thio- 
oyanates with strong acids; in greater degree as the acid is stronger and heat applied ; 
while in dilute cold solution, the most of the thiocyanic acid remains undecomposed, giv- 
ing the acetous odor (see 701). The thiocyanates, insoluble in water, are not all readily 
transposed. Thiocyanates of metals, whose sulphides are insoluble in certain acids, re- 
sist the action of the same acids. 

The thiocyanates of the metals of the alkalies, alkaline earths ; also, 
those of iron (ferrous and ferric), manganese, zinc, cobalt, and copper — are 
soluble in water. Mercuric thiocyanate, sparingly soluble ; potassio mer- 
curic thiocyanate, more soluble. Silver thiocyanate is insoluble in water. 
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insolable in dilute nitric acid, slowly soluble in ammonium hydroxide. 
The ferric reaction is the most distinctive. 

700. Solutions of metallic Thiooyanates give^ with soluble salts of : 

Cobalt, very concentrated, a blue color, Co(CNS)„ crystallizable in blue 

needles, soluble in alcohol, not in carbon disulphide. The 
coloration is promoted by warming, and tlie tesft is best made 
in an evaporating dish. In strictly neutral solutions, iron^ 
nickel, zinc, and manganese, do not interfere (Schoenn). 

Gopi>6r9 if concentrated, a black crystalline precipitate, Cu(Cn'S)„ soluble 

in thiocyanate. With sulphurous acid, a white precipitate, 
CuCNS. 

Iron (ferrous), no precipitate or color. 

Iron (ferric), an intensely blood-red solution of Fe,(CNS)„ decolored by 

solution of mercuric chloride (217, didinction from acetic 
acid) ; decolored by phosphoric, arsenic, oxalic, and iodic 
acids, etc., unless with excess of ferric salt ; decolored by alka- 
lies, and by nitric acid, not by dilute hydrochloric acid. On 
introduction of metallic zinc, it evolves hydrosulphuric acid. 
Ferric thiocyanate is soluble in ether, which extracts traces of 
it from aqueous mixtures, rendering its color much more evi- 
dent by the concentration in the ether layer. 

Iiead, gradually, a yellowish crystalline precipitate, Fb(CNS)„ changed by 

boiling to white basic salt. 

Mercury (mercurous), a white precipitate, Hg,(CNS),, resolved by boilin;^ 

into Hg and Hg(CNS),. The mercurous thiocyanate, Hg,- 
(CNS)„ swells gi'eatly on ignition (being used in " Pharaoh.s 
serpents"), with evolution of mercury, nitrogen, thiocyano- 
gen, cyanogen, and sulphur dioxide. 

Merenry (mercuric), in solutions not very dilute, a white precipitate 

Hg(CNS)„ somewhat soluble in excess of the thiocyanates, 
sparingly soluble in water, moderately soluble in alcohol. On 
ignition, it swells like the mercurous precipitate. 

Platinum. Platinic chloride, gradually added to a hot, concentrated solu- 
tion of potassic thiocyanate, forms a deep-red solution of 
double thiocyanate of potassium and platinum (KCNS),Pt- 
(CNS)^. or more properly, K,Pt(CM'S)„ the thiocyario-plati' 
nate of potassium. The latter salt gives bright-colored pre- 
cipitates with metallic salts. The thiocyano-platinate of 
lead (so formed) is golden-colored ; that of silver, orange-red. 

Silver^ a white precipitate, AgCNS, insoluble in water, insoluble in dilute 

nitric acid, slowly soluble in ammonium hydroxide, readily 
soluble in excess of potassic thiocyanate ; blackens in the 
light. 
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701. Certain active oxidizing agents, viz. : nascent chlorine, and nitric acid contain- 
ing nitrogen oxides, acting in hot, concentrated solution of thiocjanates, precipitate 
perihiocyanogtn^ H(ONS)s, of a yellow-red to rose-red color, even blue sometimes, when 
concentrated. It may be formed in the test for iodine, and mistaken for that element, 
in starch or carbon disulphide. If boiled with solution of potassium hydroxide, it forms 
thiocyanate. 

Concentrated hydrochloric acid, or sulphuric acid, added in excess to water solution 
of thiocyanates, causes the gradual formation of a yellow precipitate, perthiocyanic (Mcid, 
(HON)3Ss, slightly soluble in hot water, from which it crystallizes in yellow needles. It 
dissolves in alcohol and in ether. 

Thiocyanate of potassium can be fused in close yessels, without decomposition ; but 
with free access of air, it is resolved into sulphate and cyanate, with evolution of sulphu- 
rous acid. 

702. Oxidation. — When thiocjanic acid is oxidized, the final product, 
as far as the sulphur is concerned, is always sulphuric acid or a sulphate. 
In many cases (in acid mixture) it has been proven that the cyanogen is 
evolved as hydrocyanic acid. In other cases the same reaction is assumed 
as probable. 

HNO, a. Forms sulphuric acid and nitric oxide. 

HNO. b. Forms sulphuric acid and nitric oxide. 

CI c. Forms at first a red compound of unknown composition, then 

HCl, H,SO^, and HCN are produced. In alkaline mixture a 
chloride and sulphate are formed. 

HCIO d. Same as with CL 

HdO, e. Forms sulphuric, hydrochloric, and hydrocyanic acids. 

Br /. Forms HBr and H.SO^ ; but with alkalies, a bromide and sul- 

phate. 

HBrO, g. Forms HBr and H,SO^. 

HIO, II Forms H,SO^ and free iodine. 

PbO, and Pb,0^ {. Forms Pb" and sulphuric acid. In acid mixture only 

(B. A. Habdow, Jour, Chem, Soc.y 11, 174). 

HjAsO^ j\ Forms H^AsO,, hydrocyanic and sulphuric acids. 

(Co,)^ k. Forms Co", hydrocyanic and sulphuric acids. 

(Ni,)^ I Forms Ni", hydrocyanic and sulphuric acids. 

Cr^* m. Forms (CrJ^, hydrocyanic and sulphuric acids. 

Mn"+'» n. Forms Mn", hydrocyanic and sulphuric acids. In alkaline 

mixture, a cyanate and sulphate are formed (Wubtz's DicL 
Chim. 3, 95). 

lOTBOQBN. »-= 14.0210. 

708. Specific gravity, 0.9713. Vapor density (H = 1), 14; which is un- 
derstood to indicate that the molecule has two atoms, N,. 

Occurrence. — It exists in a free state in the air to the extent of about 
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79 per cent, by volume. It is found combined with hydrogen as NH„ and 
with bases as nitres. It exists in combination in the vegetable kingdom in 
nearly all the products of plant life^ and in the animal kingdom in the 
fluids and tissues of the body. 

Preparation. — Nitrogen is produced : (1) From the air, by removing 
the oxygen by ignition of phosphorus, by action of moist iron or other me- 
tallic filings, by potassium pyrogallate by NO and subsequent washing. 
{2) By passing CI into an excess of NH^OH solution. (3) By igniting 
'STKJXOy (4) By igniting mixed KNO, and NH^Cl. (5) By fusing to- 
gether NH^NO, and NH^Cl and washing to remove the chlorine. (6) By 
ignition of (NHj^Cr,©,. (7) By ignition of K,Cr,0^ and NH^Cl. 
2. 8NH, + sola = 6NH4OI + N, 

8. NH4NO, := N, + 2H,0 

ENOs + MH4OI = KOI + 2H,0 + Nt 

4NH«irO, + 2NB«01 = 12H,0 + 6N, + Ol, 

(NH4)aOr,07 = Na + OraO. + 4HaO 

KaOr,OT + 2NH4OI = OraOt + 4H,0 + 2K01 + N, 

704. Properties. — A colorless, tasteless, odorless gas. It is not poison- 
ous, but kills by excluding the air from the lungs. It has been liquefied by 
the cold produced by its own expansion from a compression of 300 atmos- 
pheres at 13^ C. Under ordinary atmospheric pressure, liquid nitrogen 
boils at -193.1° C. (Wroblewski, 1884). It rarely combines with other 
free elements. Quantitatively it is estimated by measuring its volume after 
separating it from other gases. 

706. The Nitrogen Series of Mementa comprises five perrissads, all acting as triads 
in their more stable or typical anions, and differing from each other in regular grada- 
tion. Some of these progressive variations may be stated as follows: 



4. 

5. 
6. 
7. 





N 


P 


As 


8b 


Bi 




Non-metal. 


Non^netaL 


Non-metaL 




MetaL 


Atomlo weiffhte 


14.0210 


80.958 


74.91S 


119.956 


207.628 


^Vaporisation. 

"^Typioal 

hydridea. 


(GifleoD0.) 

Strong bas e. 
Slowly decom- 
posed by elec- 
tricity. 


At28r.8«C. 

P-'"H, 

Weak base. 
Beadily decom- 
posed by elec- 
tricity. 


At460«C. 

A«-'"H, 

Indifferent. De- 
compoeed at 
red beat 


At white heat 

Sb-'"H, 

Indifferent. De- 
composed be- 
low red heat. 


At full fnmaoe 
heat 


^ypioal oxygen 
oompooncU. 


HN^i 


HPvOs 
H,PvO« 


A«'",0, 


SV",0, 


Bi'aO. 




Active acid. 


Weak acid. 


Weak acid. 


Indifferent acid. 


Not acidtdons. 




Soluble salts. 


Precipitates. 


Precipitates. 


Precipitates. 


Precipitates. 



When any dry carbon-compound containing nitrogen (organic) is heated with excess 
of dry sodium hydrate and lime (or any dry, fixed alkali), ammonia is evojved, and may 
be recognized by its odor, effect on moist litmus-paper, etc. 
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NITROUS OXIDE. Sfi. 

Oxidation yalence TX'fir" 

O 

Structural Talence, usually represented as 'N-=3Sl 
706. Specific gravity (obseryed), 1.614 (Dalton). Vapor density 
(H=l), 22. 

prepared usually by heating ammonium nitrate to 243^ G. Above 260^ 
C, other products^ especially NO, are formed. It is purified by passiug 
through KOH, to remove 01, and through FeSO^, to remove NO. 

Properties. — Nitrous oxide (laughing gas) is colorless, odorless, and 
has a sweet taste. When inhaled, produces first transient intoxication, 
and then complete anesthesia. At 0° 0., under a pressure of 30 atmos- 
pheres, it condenses to a liquid, which, at ordinary atmospheric pressure, 
boils at -92° C. (Pictbt). On exposure to the air, the cold caused by its 
own evaporation causes it to freeze at ~99° C. (Wills). Soluble in water, 
alcohol, and ether. Incombustible, but supports combustion. 

« 

NITBIO OXIDE. NO. 
Oxidation valence N"0~" 



Structural valence. . .— N=0 (Frankland) or N=0 

707. Specific gravity 1.041 (Thomson). Vapor density, (H=l), 15. 
Preparation. — (1) By action of HNO,, sp. gr. 1.20, upon metallic Cu, 

Ag, Hg, Zn, etc. (2) By action of FeSO^ ^po^^ B[NO,, in presence of hot 
H,SO^ ; or of FeCl, and Hd. (3) By passing NH, over hot MnO,. 

1. 80a + 8HNO, = 80a(N0,), + 4H,0 + 2NO 

2. 6F68O4 + 5H,SO« + 2KNO, = 8Fe«(80«), + 2KRSO4 + 4H,0 + 3NO 
GFeOl, + 8H01 -h 2KNO, = 3Fe,01, + 4B,0 + 2K01 + 2NO 

8. 5MnO« + 2NH. = 5MnO + 8H,0 + 2NO 

Properties. — Condenses to a liquid at -11° C, under a pressure of 104, 
and at 8° C, under a pressure of 270 atmospheres (Cailletet, 1877). A 
colorless gas, having a disagreeable odor ; destroying life if respired, even 
for a few seconds. It immediately oxidizes to NO, when it comes in con- 
tact with the air. Solution of PeSO^ absorbs it freely, forming (FeSOj,NO, 
from which compound the NO is driven off unchanged by boiling ; see test 
for HNO, (724). It is absorbed by nitric acid, forming a red, green, or 
blue solution^ according to the temperature and degree of dilution. 

NITBOIJS AOID. HNO,. 

Oxidation valence H'N'^O""", 

Structural valence H— O— N=0 

708. Nitrous anhydride (N,Oj. When starcli, sugar, arsenious acid, 
and other easily oxidizable bodies are heated together with nitric acid, red 
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fnmes are given off^ consisting of varying quantities of N,0, and NO,, and 
capable of being condensed to a very volatile green-colored liquid. This 
liquid may be employed for the purpose of preparing pure nitrous anhy- 
dride by passing a current of nitric oxide gas into the warmed liquid, and 
allowing the gas which is evolved to pass through a heated glass tube, the 
product being condensed in a tube plunged into a freezing mixture 
(Hassbnbach, Jour. Prac. Chem, (2), 4, 1). Nitrous anhydride is also 
obtained when a mixture of one volume of oxygen and four volumes of 
nitric oxide is allowed to pass through a hot tube ; thus : 2NO + O = N,0.. 
It is a deep-red gas. It condenses to a blue liquid at 14.4*^ C. under 755 
m.m. pressure (Gains, 1883, Ohevi. News, 48, 97). 

Nitrous add. — ^Water at 0° C. dissolves N,0,, forming a blue solution, 
supposed to be nitrous acid (HNOJ. But it has never been isolated. It de- 
composes at ordinary temperatures, thus : 3HNO, = HNO, + 2NO + H,0» 



709. Likewise, when a metallic nitrite is transposed by dilute sulphuric acid, nitric 
oxide is evolved and nitric acid is left in solution ; the brown gas which appears being 
formed by the oxidation of nitric oxide, as soon as it enters the air : 

8SNO, + 8H,SO« = 8K,80« + 2HNO. + 2H,0 + 4NO 
Nitrites, in many relations, act very readily as oxidizing agents : in other relations,, 
with equal readiness, as deoxidizing agents. In both of these directions, they furnish re- 
actions for their identification. 

By Ozidizing ilction, nitrites mostly furnish one-fourth of their oxygen, leaving ni- 
tric oxide. When decomposed in dilute cold solution by acetic acid or very dilute sul- 
phuric acid, they instantly liberate iodine from iodides {distinction from nitrates^ which 
do not give this reaction, even in concentrated solutions). Only a drop or two of the- 
potassium iodide solution should be added ; if but traces of nitrite are present, the- 
iodine may be detected by starch or carbon disulphide. 

HNO, + HI = I -h HaO + NO 

710. Nitrites with very dilute aoida— and with acetic aoid— form the broum liquid 
with cold solutions of feiTous salts (distinction from nitrates, provided the reagent,. 
FeSOi, contains no free sulphuric or other free acid). 

6PeSO« + 2H,SO« + 2KNO, = Fea(804)i -r- K98O4 + 2(PeS04)aNO + 2HaO 

Nitrites, with iodic aoid, or iodate and slight acidulation, give free iodine—a, good 
distinction from nitrates. 

A concentrated solution of nitrites, treated with a drop or two of aniline sulphate 
solation, gives the vapor of phenol, recognized by its odor (OeHiN oxidized to OeH«0> 
—a distinction from nitric acid. Indigo solution in sulphuric acid is bleached by 
nitrites. 

As a reducing agent, a nitrite decolors potasainm permanganate solution acidulated 
with sulphuric acid — an easy distinction from nitrate. 

711. Nitrites are all soluble in WBter— argentic nitrite being but very sparingly 
soluble, and nitrites generally requiring for solution a larger proportion of water than 
nitrates. In solutions not very dilute, silver nitrate precipitates silver nitrite, AgNOt, 
white. In moderately concentrated solutions of potassium nitrite, cobalt nitrate precipi- 
tatespotoMw eobcatic nitrite, (KNOa)«OOaO«{NaO,)„ reddish-yellow, sparingly soluble ift 
water (270). 
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In analytU, nitrites respond to the common t«8t for nitrates (724); from which thej 
«r8 distinguished as stated in 709 to 711. 

By ignition, metallic nitrites are resolved into metallie oxides^ nitrogen, and oxygen; 
except silver and mercury nitrites, and the nitrites of some of the rarer metals which, 
like their oxides, are reduced to the metallic state by heat alone. Ammonium nitrite is 
decomposed into nitrogen and water. Heated with oxidizable bodies, nitrites deflagrate 
or detonate, like nitrates. 

If cyanide of potassium be added to an alkaline nitrite, then some neutral solution of 
€obaltou8 chloride and a little acetic acid, the liquid becomes of a rosy-orange color ttom 
the formation of nitrocyanide of cobalt and potassium (0. D. Brauk). 

712. Production of nitrites. — The nitrites are all soluble; the silyer 
and lead salts sparingly. 

Nitrite of potassium may be made by fusion from the nitrate, oxygen 
being evolved, or by passing peroxide of nitrogen, ^fiv iii^o potassium hy- 
drate. Silver nitrite can be made from this by precipitation, and purified 
by recrystallization. 

Basic lead nitrite can be made by boiling lead nitrate with metallic lead. 
The other nitrites are made by transposition ; adding to silver nitrite, the 
chloride of the metal, which we wish to change to a nitrite, care being 
taken to add just enough. The nitrites of mercurosum, tin, antimony, bis- 
muth, aluminium, iron, and chromium have not been made. 

713. Oxidation. — Nitrous acid acts sometiiAes as an oxidizing and some- 
times as a reducing agent. When it oxidizes nitric oxide is formed; When 
it reduces nitric acid is produced. 

H,FO, b. Nitric oxide and phosphoric acid are formed. 

Hfi c, Hydrosulphuric acid has no action upon nitrite of potassium, but 

on addition of acetic acid sulphur separates, and if the solu- 
tion is hot nitric oxide is formed, the fumes of peroxide of ni- 
trogen being clearly visible. 

H,SO, d. Forms sulphuric acid and nitric oxide [Omelin-Kraui, Handbuch 

der Chemie, I. 2, 458]. 

HdO, jf. First forms peroxide of chlorine, C1,0^ [J/tWon], then hydro- 
chloric acid [Toussaint ; Gmelin-Kraut, Handbuch der 
Chemiey I. 2, 458]. 

Br h. Free bromine seems to have no action on nitrous acid. 

HI j. Forms iodine and nitric oxide. 

SEO, h. Forms iodine and nitric acid. 

HCNS /. Forms sulphuric and hydrocyanic acids, and nitric oxide. Some- 
times traces of other cyanogen products are formed. 

H^Fe(CK'), m. Forms first, ferricyanic acid, then nitroferricyanic acid. 

H,Fe,(CW)j, n. Forms nitroferricyanic acid. 

PbO, 0. Forms Pb" and nitric acid [Omelin-Kranty Handbuch der Chemie^ 

I. 2, 458]. 
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Hg' p. Becomes Hg° [ Watts' Dictionary , 4, 70 ; Wiirtz's Dictionnaire de 

/Jliimiey I. 489 ; Omelin-Krauty Handbuch der Chemie, I. 
2, 460]. 

Mercuric salts are not reduced [ffeppe, Chemische Reactionen, 

336]. 
Mn'^ + w r. Forms Mn" and nitric acid. 

Co" s. Changes Co" to Co'" (270) [Watts' Dictionary, I. 1045]. 
I^i"' t. Nitrites acidulated with phosphoric acid reduce Ni'" to Ni", 

even in the cold. 
Cr^ u. Becomes (Cr,)'^' [ Watts' Dictionary, 4, 70]. 
Urea v. On warmiug the nitrogen of both compounds is set free. 

CH«N,0 + 2HNOa = COa + 2Na + 8H,0 

NITBOGEN PEBOXTDE. NO,. 

Oxidation valence N^O"", 

714. Vapor density at 140° C. (H=l) is 23 (Deville and Troost), 
showing that at that temperature the molecule is NO,. At 60.2° 0. the 
density seems to indicate that the gas is made up of a mixture of equal 
parts of NO, and N,0^. 

Froduction. — (1) By submitting one volume of oxygen and two parts 
of NO to a freezing mixture, NO + O = NO,. (2) By ignition of 
Pb{NO,),. 2Pb(NO,), = 2PbO + 4NO, + O,. The NO," is separated 
from the oxygen by passing the mixed gases through a freezing mixture. 
(3) By adding oxygen to the oxides evolved by the action of nitric acid on 
metals and other reducing agents. It is formed when NO comes in contact 
with the air. 

Properties. — A brownish-red gas, very irritating and poisonous when 
inhaled. Does not support ordinary combustion. It solidifies at -9° G. 
(Peligot) ; and boils at 21.6° C. (Thobpb, 1880). At 0* C, water forms 
HNO, and HNO,. At higher temperatures, HNO, and NO. Potassium 
hydroxide forms a nitrate and a nitrite. 

2NO, + H,0 = HNO, + HNO, 

8NO, + H,0 = 2HNO, + NO 

2NO, + SKOH = KNO. + BNO. + HtO 

NITBIO AOID. HNO,. 

Oxidation valence H'N^ O"^', 

O 
I 

Structural valence H-' 



716. Prei>aration of nitric anhydride, N,0.. — (1) Bypassing dry chlo- 
rine over AgNO, at 93.5° C, condensing the gas in a cold receiver (De- 
ville). (2) By passing NO,Cl over AgNO, (Odet and Vignon). (3) By 
treating HNO, with P,0, (Weber). 
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1. 4AgNO. + %Oit = 4Ag01 + 2NtO» + 0> 

2. AgNOi + N0,01 = AgCn + N,0» 
8. 6HNO, H- PsO» = 2H,PO« + 8N.O. 

A colorless solid, melting at 30"" C, und boiling at 45° to 50° G. (D& 
ville). It is instable, decomposed by heat above its boiling point. It 
unites with water to form the corresponding acid. 

716. Absolute nitric acid^HN^ Os — ^ts a colorless, transparent, mobile liquid, of the 
specific gravity of 1.58 at IS"* C. [Millon]. boiling at 86** C. (18r F.) with partial decom- 
position, leaving nitric acid mixed with water. Aqueous nitric acid having 70 per cent 
of HNOsi and corresponding to (HNOt)«GSsO)s, specific gnvity 1.42, appears to be a 
definite hydrate, as both stronger and weaker acids are, by boiling, reduced to this 
composition, which boils at 123*" C. (258" F.) The reagent designated in this work as 
nitric acid has a specific gravity 6f 1.2, and about 35 per cent, of HNOt (Fresenios' 
standard). 

717. By beating, by action of the light, and by organic particles from the air, strong 
nitric acid parts with oxygen and generates nitrous anhydride and nitric peroxide, NiO« 
and NsOi, which remain dissolved with a yellow color. The tendency to this change is 
▼ery strong in absolute nitric acid, which cannot well be preserved colorless ; and the 
acid of 70 per cent, colors far more readily than that of 85 per cent. The nitrogen ox- 
ides may be exi)elled by boiling ; or, with lees waste of nitric acid, by passing pure 
air through it, by means of a bellows, a wash-bottle, and, to avoid dilution, a drying- 
tube. 

Nitric acid is a strong oxidizing agents and, as such, its reactions with oxidizable 
elements and compounds are in constant requisition in analysis. Unless heated, nitrie 
acid does not generally oxidize substances as quickly as chlorine with water. 

718. In oxidizing and dissolving metals or metalloids, and in oxidizing lower 
osddes, nitric acid most frequently disengages water and nitric oxide (d); but, with cer- 
tain substances and under certain conditions, other residues are chiefly produced, as 
dinitrogen tetroxide (6), nitrous acid (c), nitrous oxide (a), nitrogen (/), hydrogen (^i), 
ammonium nitrate {g). Examples of several of these results, as varied by conditions, are 
seen in the case of zinc (290 e, d, e), iron (903 h, e, (2, e), tin (526 d, e), arsenious acid 
(475 c). Further, in the study of oxidations, see 788. 

a. HNOs = NOi (combined) + B 

b, 2HNO. = O ** + H,0 + NsOi 

e. HNO, = O <' + HNO,(2HNO, = B>OandN,0,) 

d. 2HNOt = SO « + H,0 + 2NO 

e. 2HNO, = 40 *' + HaO + N,0 

/. 2HNO. = 50 " + H,0 -h aN (combined). 

g. lOHNOi = 8NO. <* + 3H,0 + NH«NO, 

719. The metallic sulphides (except mercuric sulphide) dissolve as nitrates by action 
of nitric acid, more or less readily ; the sulphur being at first mostly left as a residue. 
But as fast as the sulphur is oxidized, metallic aulpJuUes are formed, soluble or insoluble 
(equations in 388). 

720. Nitric acid is formed by transposition between sulphuric acid and 
nitrates : 

KNO, + H,S04 = HNOi + EHSO4 

(With solid nitrates, short of a high heat.) 
S^KNOi + BsS04 = 2BNp. + KaSO« 

(In solution ; or with solids at a red heat.) 
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721. The Hitrates are all soluble in water. There are a few basic ni- 
trates — basic bismuth uitrate^ basic mercurous and mercuric nitrates — insol- 
uble in water. Many of the nitrates are insoluble in alcohol. 

Most of the tests for the identifloation of nitric acid are made by its 
deoxidatiou, disengaging a lower oxide of nitrogen (724), or eyen, by com- 
plete deoxidation, forming ammonia (726). 

722. Sulphiirio add is transposed with metallic nitrates, with but little 
decomposition of the nitric acid formed (720). The colorless or slightly 
reddish gas does not rise till the mixture is very hot — absolute nitric acid 
not being, like hydrochloric acid, a gas at ordinai'y temperatures. It red- 
dens litmus, and has a characteristic acrid odor. 

723. If, with the sulphuric acid, a bit of copper turning, or a crystal of 
ferrous sulphate, is added to a concentrated solution or residue of nitrate, 
the mixture gives off abundant brown vapors ; the colorless nitric oxide, 
li'Oy which is set free from the mixture, oxidizing immediately in the air to 
dinitrocren trioxide and peroxide, N.O, and NO, : 

2KNO, + 4H,S04 + dOn = K^SO* + 30uS04 + iHsO + 2NO 
2KNO, + 4H,80« -h 6Fe80« = K,S04 + dFe,(804)s + 4H,0 -h 2NO 

2NO + O = N,Ot 
2NO + 20 = N,0« 

The three atoms of oxygen furjiished by two molecules of nitrate (as in 
718 d)y suffice to oxidize three atoms of copper ; so that 3CuO with 3H,SO^, 
may form 3CuSO^ and 3H,0. The same tliree atoms of oxygen (having 
six bonds) suffice to oxidize six molecules of feiTous salt into three mole- 
cules of ferric salt ; so that 6FeSO^ with 3H,SO^, can form 3Fe,(SOj, 
and 3H,0. 

724. Now if, by the last-named reaction, the nitric oxide is disengaged 
in cold solution, with excess of ferrous salt and of sulphuric acid, instead 
of passing off, the nitric oxide combines with the ferrous salt^ forming a 
black brown liquid, (FeSOj,NO, decomposed by heat and otherwise in- 
stable. And 2NO require 4PeSO^, in addition to the proportion of ferrous 
salt in the equation in 723. 

2KN0, -f 4H38O4 + 10FeSO« = K,804 + 3Fe,(SO«), + 4H3O + 2(FeS04),NO 

This exceedingly delicate test for nitric acid or nitrates in solution may 
be conducted as follows : Take sulphuric acid to a quarter of an inch in 
depth in the test-tube ; add without shaking a nearly eqnal bulk of solu- 
tion of ferrous sulphate, and cool the liquid ; then add slowly of the solu- 
tion to be tested for nitric acid, slightly tapping the test-tube on the side, 
but not shaking it. Tlie " brown ring " forms, between the two layers of 
liquid — violet, red, brown, or black, according to proportions and condi- 
tions. The color disappears on heating, with evolution of nitrous gas, yel- 
lowish ferric solution remaining. The test is somewhat more delicate if a 
crystal of ferrous sulphate be added, instead of the solution, and the test- 
tube be set aside for several hours. 
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726. Slight traces of nitrate (as in rain or riyer- waters) are detected, according to the 
above reaction, by first reducing to nitrite by heating for some time with zinc amalgam^ 
or less readily with finely divided zinc. Nitrites previously found to be absent, by the 
same test, viz. : To a thick layer of the clear filtered water the solution of ferrous sul- 
phate is added, and the brown coloration obtained, if nitrites have been formed. Or, a 
drop or two of potaaaium iodlda solution with fresh itaroh-paste, and a drop or two of 
very dilute sulphuric acid, is added (709). 

The reduction to nitrite may also be effected by sino or cadmium^ in acidulated so- 
lution, as follows (Stores):* Boil the solution* slightly acidulated (by addition of sul- 
phuric acid, if necessary) with metallic cadmium (or zinc), for about five minutes, in a 
tall vessel— or, better, in a retort with raised condenser — ^aud filter or decant from the 
metal. Then add a mixture of potassium iodide and starch-paste— or, better, a mixture 
of zinc iodide, zinc chloride, and starch-paste. The iodine-color indicates nitrous acid» 
reduced from nitric acid. Without the boiling in acidulate solution, hydrogen peroxide 
may be formed, giving a fallacious indication for nitric acid. 

726. Reduotion to Ammonia, by strong reducing agents (718 g), is a valuable re- 
source in identifying nitric acid. The tests based on this principle are delicate, but do 
not distinguish nitric acid from nitrous acid or cyanogen compounds. Ammonia, if 
found already present, may be distilled off. In those tests requiring use of strong al- 
kali, nitrogenous organic substances will give ammonia. The ammonia obtained is, in 
most methods, identified by potaaiinm meronrio iodide— a reaction so delicate as to 
show the frequent presence of ammonia in distilled water and many reagents. Hence, 
all these must be first tested, if necessary, after distillation. Larger quantities of am- 
monia are recognized in vapor, by litmus, etc. 

In neutral solutions, sodium amalgam is used as follows — a method for the total of 
nitric and nitrous acids and ammonia, in potable waters, and otherwise applied: To 6 or 
8 cub. cent. (1^ or 8 fiuid drachms) of the solution (in a carefully cleaned test-tube) add 
100 to 200 grains of sodium-amalgam which is 3^ per cent, sodium ; cork the tube lightly 
and leave for twelve hours. Hydrogen is always slowly evolved, and escapes. Decant 
and rinse into a glass cylinder one inch wide, and at least six inches high, and add water 
to about 60 cub. cent. (2 fluid ounces). Nessler*s test solution is now applied. The test 
cannot be made before decantation from the amalgam, as the nascent hydrogen inter- 
feres. 

The nascent hydrogen developed by dissolving zinc in solution of potaaaium hy- 
droxide also reduces nitrates in the alkaline solution, and evolves ammonia. This is 
a convenient and efficient test by reduction to ammonia. The solution should be 
strongly charged with potassium hydrate, the zinc finely divided, and mixed with half its 
weight of iron filings. The mixture is then distilled at a boiling rate, and the distillate 
tested for ammonia by potassium mercuric iodide. The reagents, including the water, 
should be first tested in the apparatus. 

Metallic magnesium may be used for the reduction, as follows: Acidulate with 
phosphoric acid; add magnesium wire, and leave, cold, a few minutes. Then test for 
ammonia, by the potassium mercuric iodide solution with potassium hydroxide. If in* 
terfering acids are present, add potassium hydroxide, distill, and test the distillate for 
ammonia. 

Stannous ohloride and hydroohlorio aoid, heated with a nitrate, form stannic chlo- 
ride, and convert nitric acid to ammonia (which remains as ammonium salt). 

727. With hydrochlozlc acid, nitric acid forms free chlorine, etc. (nitrohydrochloric 
aciil). applied as a test for nitric acid — in absence of other oxidizing agents — as follows : 
Heat a little hydrochloric acid in a test-tube to boiling; color it (slightly) with a drop or 

• Amer. Jour. Science, [Z] XII. 176 ^ept., 1878). 
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two of very dilute Indigo lolntion (in sulphuric acid), and boil again. If the hydrochlo- 
ric acid was pure, the color remains unchanged. The addition of a nitrate, with boiling, 
now quickly bleaches the solution. 

728. Phenol, OsHtOH, gives a deep red-brown color with nitric acid, by formation 
of nitrophenol (mono, di, or tri), 06H«(N0s)0H to C0Hs(NOs)sOH, *' picric acid" or 
nitrophenic acid. A mixture of one i)art of phenol (cryst. carbolic acid), four parts of 
strong sulphuric acid, and two parts of water, constitutes a reagent for a very delicate 
test for nitrates (or nitrites), a few drops being sufficient. With unmixed nitrates, the 
action is explosive, unless upon very small quantities. The addition of potassium hy> 
droxide deepens and biightens the color of the nitrophenic acid solution. 

729. Amoia, dissolved in concentrated sulphuric acid, treated (on a porcelain sur- 
face) with even traces of nitrates, gives a fine deep-red color, soon paling to reddish-yel- 
low. If now stannous chloride dilute solution be added, a fine red- violet color appears. 
(Chloric acid gives the same reaction.) Aniline Sulphate solution, with a half volume of 
concentrated sulphuric acid, treated (on a porcelain surface) with traces of nitrates, 
gives a rose-red color, commencing with red lines, and when concentrated appearing 
brown-red. 

730. By slight ignition, nitrates of the fixed alkali and alkaline earth metals are 
reduced to niiritea^ recognized as shown in 709. Stronger ignition changes them to caus- 
tic boMS, with formation of brown vapors. Nitrates of heavy metals are mostly changed 
to oxides by heat; ammonium nitrate, wholly to nitrous oxide and water. 

Heated on Charcoal, or with potassium cyanide, or sugar, sulphur, or other easily 
oxidizable substance (as in gunpowder), nitrates are reduced with deflagration or explo- 
sion, more or less violent. With potassium cyanide, on platinum foil, the deflagration 
is especially vivid. In this reaction free nitrogen is evolved, as by equation /, 718. 

Strongly heated with excess of potassium hydrate and sugar or other carbonaceous 
compound, in a dry mixture, nitrates are reduced to ammonia, which is evolved, and 
may be detected. In this carbonaceous mixture, the nitrogen of nitrates reacts with 
alkalies, like the unoxidized nitrogen in carbonaceous compounds (compare 705, 718 g, 
and 726). 

731. Free Nitrio Acid may be distinguished from nitrates, by giving tfie brown 
liquid with ferrous salt, on reduction by zinc, without addition of sulphuric acid, as 
stated in 725, and by coloring quUUcuttinge or white woollen fabrics yellow when the 
solution is evaporated with them on the water-bath. The yellow color substance contains 
xanthoproteic acid, and is formed by action of nitric acid upon any gelatinoid substance 
— as the skin — and upon ordinary albumenoid substances. 

732. Nitrates are all soluble, a. They are formed by the action of nitric 
acid upon metals^ as described in 733. b. By dissolving the oxides, hydrox- 
ides^ or carbonates of the metals in nitric acid. Mercurous, stannous, 
manganous, and ferrous nitrates should not be evaporated to expel excess 
of nitric acid, since a higher metallic form would result. The crystals may 
be washed in cold water, to free them from the uncombined acid. All 
nitrates are decomposed by heat ; a few, the alkalies and alkaline earths, 
first CTolve oxygen and form nitrites, afterward a mixture of oxygen and 
nitrogen, leaving the oxides; others either free nitric acid or a mixture of 
the oxides of nitrogen, until only the oxide of the metal remains. Theie 
are two exceptions, silver and mercury, in which cases only the free metals 
remain. 
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733. Of course nitric acid can never act as a reducing agent. Acting as 
an oxidizing agent, it may form KH,, N, N,0, 170, N,0^ or N,0«. ' 

If the nitric acid is in excess, and a boiling heat be used, the product is 
nearly all NO, while excess of the reducing agent and a low temperature 
favor the formation of NH,. 

A convenient test for NO is made by passing the gas into ferrous 
sulphate. (See 718 and Acworth and Armstrong^ Jour. Chem. Society, 
32,54.) 

The action upon H,C,0^ and HCNS has been given (659, 702). 

H,PO, b. Becomes phosphoric acid. 

H,S c. Forms sulphur, and may be further oxidized to sulphuric acid. 

The nitric acid must be stronger than sp. gr. 1.18 lOmeUn' 
Kraut y Handbuchy 1. 2, 219]. 

H^SO, d. Becomes sulphuric acid. 

HCl e. Forms nitrohydrochloric acid. 

HCIO, /. Nitric acid added to a chlorate liberates chloric acid, which de- 
composes, but the nitric is not changed [Penny, Jour. Pratt, 
Chem., 23, 296]. 

HBr g. Gives free bromine. 

I A. Forms iodic acid ; action slow, and strong nitric acid should be used— 

at least sp. gr. 1.42. This is a practical method for making 
iodic acid, if acid of sp. gr. 1.48 is used [Boussofi, Comptes 
Rendus Academie des Sciences, 13, 1111]. 

HI i. Forms first free iodine, then iodic acid. 

HCNS y. Forms hydrocyanic and sulphuric acids. 

With strong nitric acid, traces of carbonic acid are formed [ VdgeU 
OmelbCs Hand-book, 8, 76]. 

H,Pe(CN), k. Forms ferricyanic acid [Watts* Dictionary, 2, 250], and 

then nitroferricyanic acid. 

H,Pej(CTr),, I. Forms nitroferricyanic acid. 

m. Nitric acid oxidizes all ordinary metals. (It does not act upon gold 
or platinum.) It forms nitrates, except in the case of tin, 
antimony, and arsenic, with which it forms Hj^Sn^Oj^, Sb,0^, 
and HgAsO^. 
With tlie re8i)ective metals it forms Hg' or Hg", Sn" or Sn"", As"' 
or Ab^ , Sb'" or Sb^ , Pe" or Fo"\ according to the amount of 
nitric acid employed. 
With copper it forms cupric nitrate (never cuprous); with cobalt it 
forms cobaltous nitrate. 

Pb.O^ n. Becomes plumbic nitrate and PbO,. The nitric acid is not re- 
duced. 

Hg' 0. Becomes Hg". 

8nO p. Becomes SnO,. (Not stannic nitrate.) 
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S^AflO, q. Becomes H^AsO^. 
Sb,0, r. Becomes Sb,0,. 
Ou' 8. Becomes Cu''. 

t MnO, NiO, C0O9 Cr,0, are not oxidizecL 

" «. Becomes Pe'". 



OXYQE.N. O = 15. 9633. 



734. The vapor density (H = 1), 16, shows that the molecule of oxygen 
has two atoms. 

Occurrence. — The rocks, clay, and sand constituting the main part of 
the earth's crust contain from 44 to 48 per cent, of oxygen ; and as water 
contains 88.87 per cent., it has beeii estimated that one-half of the crust is 
oxygen. Except in atmospheric air, it is always found combined. 

Preparation.— (1) By igniting HgO. (2) By heating KCIO, to 350° 
C, KCIO4 is produced and oxygen is evolved ; at a higher temperature 
the KdO^ becoming KOI. But in presence of MnO, the chlorate is com- 
pletely changed to KCl at 200° C, without forming KCIO^, the MnO, not 
being changed. Spongy platinum may be substituted for MnO,. (3) Ac- 
tion of heat on similar salts furnishes oxygen — e.g., KCIO and KCIO, form- 
ing KCl, KBrO, forming KBr, KIO. and EIO« forming EI, ENO, forming 
KNO, (at a white heat forming E,0, NO, and O). (4) By action of heat 
on metallic oxides, as shown in the equations below. (5) BaO, heated in 
the air to 550° C, becomes BaO„ and at 800° G. is resolved into BaO and 
free oxygen, making theoretically a cheap process. (6) By heating higher 
oxides or their salts with H,SO^ : Cr^* is changed to (Cr,)^S (Co,)^* to Co'', 
(Ni,)^ to Ni", Bi^ to Bi'", Fe^» to (PeJ% Pb'^ to Pb", Mn" + n to Mn" ; in 
each case a sulphate is formed and oxygen given off. (7) By passing sul- 
phuric acid over red hot bricks ; the SO, is separated by water, and after 
conversion into H.SO^ is used over again. (8) The following cheap process 
is now employed on a large scale. Steam is passed over sodium manganate 
at a dull red heat; Mn,0, and oxygen are formed. Then, without change of 
apparatus or temperature, air instead of steam is passed over the mixture 
of M]i,0, and NaOH. The Mn,0, is thus again oxidized to Na,MnO^, and 
free nitrogen is liberated. 

1. 2HgO (at 500' C) = 2Hg + O, * 

2. a. 2EC10« (at 850' C.) = EOIO4 + KCl + O. 
b, 2K010i (at red heat) = 2K01 + 80t 

e 2K010t + nMnO, (at 200' C.) = nMnO. + 2201 + 30i 
B. a, KOlOs + ignition = EOl + O* 
b. 2EBrOs + '* r= 2EBr + 80. 
e. 2EIOs + '< = 2EI + SO, 
d, KIO4 + " rr KI + 20t 

s. 2ENOs + « = 2ENO, + O, 
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/. 4KNOa (white heat) - 2K,0 -f 4NO + Oj 

4. a. 2Pb,04 •• = OPbO -h 0« 

b. 28b,Oft (red heat) = 28b,04 + Os 

c. Bi,0» '* = BiaOs + Ot 

d. 40rO, (about 200" C ) =r 20r.0s -f 80, 

e. 4K,Or,OT (red heat) = 20riOt + 4KsOrO« + 80i 
/. 6Fa,Os (white heat) = 4Fea04 + Os 

g. SBffnO* " = Mntd + Ot 

h, eOoaOt (dull red heat) = 4O01O4 + Oa 
i. 2Ni,0. •* •' = 4N10 + 0« 
j\ 2Ag,0 (800- C.) = 4Ag + O, 

5. 2BaO, (800' C.) = 2BaO + Ot 

6. 2KtOr,OT + 8H,80« = 2E,Ort(80«)4 + 80t + 8HtO 
2K,MDtO, + 6H,80« = 2K,80« + 4BSn804 + 50t + 6B.O 
2Pb,0« + 6H,804 = 6PbS0« -H 6H,0 + O3 

7. 2R,SO« (upon red hot bricks) = 2SOt' + 2HtO + Ot 

8. 4Na,Mn04 + 4B,0 (dull red heat) = 8NaOH + 21ftiitOt + 80. • 
8NaOH + 2BffntOs + air, 8(0, + 4Nt) = 4NatBln04 + 4HtO + 12N, 

786. FropertieB. — By pressure and cold it is condensed to a colorless 
liquid. This liquid boils under ordinary atmospheric pressure at -184'' C; 
and under a pressure of 50 atmospheres at -113° C. (Wkoblewski, 1884, 
CompL Ee7ul, 98, 982). Pure oxygen may be breathed for a sliort time 
without injury. A rabbit placed in pure oxygen at 24** C. (75** F.) lived 
for three weeks, eating voraciously all tiie time, but nevertheless becoming 
thin. The action of oxygen at 7.2° C. (45° F.) is to produce narcotism and 
eventually death. When oxygen is cooled by a freezing mixture it induces 
so intense a narcotism that operations may be pei*formed under its influ- 
ence. Compressed oxygen is '* the most fearful poison known." Tlie pure 
gas at a pressure of 3.5 atmospheres, or air at a pressure of 22 atmospheres, 
produces violent convulsions, simulating those of strychnia poisoning, ulti* 
mately causing death. The arterial blood in these cases is found to contain 
about twice the quantity of its normal oxygen. Further, compressed oxy- 
gen stops fermentation, and permanently destroys the power of yeast (Paul 
Bert). 

At varying temperatures oxygen combines directly with all metals ex- 
cept silver, gold, and platinum, and with these it may be made to combine 
by precipitation. It combines with all non-metals except fluorine ; the 
combination occurring directly, at high temperatures, except with CJl, Br, 
and I, which require the fbtervention of a third body. 



OZONE. 0,(P). 

786. Ozone is the name of a modified form of oxygen, of the tme na- 
ture of which there is still some doubt, as it has never been obtained free 
from ordinary oxygen. It is found in small quantities in the air^ especially 
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at the sea-shore and in the open country. It is never found in the atmos- 
phere of crowded cities. 

Production — (1) By the action of electricity on moist oxygen or air, 
better at a low temperature. (2) By the electrolysis of dilute sulphuric 
acid. (3) By the combustion of phosphorus in moist air. (4) Forme«l 
during the evaporation of water. 

Properties. — When inhaled in small quantities, supposed to be health- 
ful. In larger quantities irritates the eyes and nose. Has proved fatal to 
animals that have been made to breathe it. Condenses to a liquid at a 
higher temperature than ordinary oxygen. Theory represents the mole- 
cule as having three atoms, O,, ordinary oxygen two atoms, O,. When 
heated to 300° C. it is decomposed, forming ordinary oxygen, with an in- 
crease in volume ; perhaps thus, 20, = 30,. It liberates iodine from KI, 
probably thus, 2KC + H,0 + O, = 2KOH + I, + O,. It is an energetic 
oxidizing agent, oxidizing where ordinary oxygen does not. 

HYDBOGEN PEBOXIDE. H,0,. 

787. This remarkable substance is usually made by treating the peroxide 
of the alkalies or alkaline earths with dilute acids. Either the oxyacids or 
bydracids will answer ; even carbonic will complete the result. It is gene- 
rally manufactured by treating BaO, with CO,, HCl, H,SO^, or HPl ; on a 
large scale the latter is more frequently used. 

BaOa + CDs + HaO = BaOOa + HaOa 
BaOt + 2HF = BaF, + HaO. 
Properties. — The pure anhydrous H^O, is a transparent, colorless 
liquid, sp. gr. 1.4. Does not freeze at -30° C. Volatilizes slowly in a va- 
cuum without decomposition, if the temperature is not allowed to rise above 
15° C, otherwise explosion occurs. Does not redden but slowly bleaches 
litmus paper. Bleaches most organic colors, but more slowly than CI or 
SO,. It is odorless, and tastes bitter. The concentrated H,0,, placed upon 
the skin, soon produces a blister. It decomposes slowly, at a low tempera- 
ture, rapidly at a high tempemture, into oxygen and water. The dilute so- 
lution in water is more stable. It is soluble in ether, making solution more 
stable than in water. It may be removed from the aqueous solution by 
shaking with ether. The acidified aqueous solution is more stable than the 
neutral or the alkaline. The best test for H,0, is to add K,Or,0, and a 
little dilute H,SO^. The chromium is oxidized to perchromic acid, 
H,Cr,0, ; on adding ether and shaking, it is all absorbed by the ether, and, 
rising to the surface, is recognized by its intense blue color. Perchromic 
acid is instable in water, decomposing into oxygen and chromic salt. Its 
ethereal solution is permanent. 

KaOr,07 + H9SO4 + BsOs = KaS04 + H3O + HaOraO. 
HsOraOg + 8H3SO4 = Ora(SO«)« + 4H9O + 20g 
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It generally oxidizes. Thus it changes Fb" to Fb<^, (Hg,)" to Hg", 8n'' to 
Sn'^, As" to As^ , Bi'" to Bi^ , H.PO, to H,PO„ H,S to 8, H,SO, to H,80,, 
HI to I, etc. 

HtOs + 2KZ = 2KOH + I. 
HtAiiOi + HtOs = HtAsOt + BtO 
H»POt + 2HtOs = HaPOi + 2HaO 

Yet it sometimes strangely acts as a reducing agent ; and when it does 
80, ordinary oxygen is evolved from both substances. It reduces K,Mn,0, 
to a niaugaiious salt in acid mixture ; but in alkaline mixture to MnO,. 
It reduces gold, silver^ and platinum from their oxides. 

KsMnaOs + 8H,80« -f 5B«Ot = Xs80« + 2Mii80« + 8H«0 + 50s 

AgsO -f H,Ot = 2Ag + HtO + Of 

It is estimated volumetrically by measuring the oxygen eyolved on adding 
K,Mn,0,. 

Uses — It has been used in medicine, externally as a lotion, and inter- 
nally for diabetes and oxaluria. It constitutes the golden hair-dye of the 
shops, the dyeing being really a bleaching (oxidizing) action. It is also 
used for bleaching and cleaning oil paintings and stained engrarings (con- 
verting FbS into Fb80j. 

FLUORINE. F = 18. 984. 

738. Since Davy's experiments in 1813, many others have attempted the 
isolation of fluorine. In his zeal the unfortunate Louyet fell a victim to 
the poisonous fumes which he inhaled. Faraday, Oore, Fremy, and others 
took up the problem in succession, but it was not ultimately solved nntil 
H. Moissan, in 1886, produced a gas wliich the chemical section of the 
French Academy of Sciences decided to be fluorine. Many ingenious ex- 
periments had been made in order to obtain fluorine in a separate state, but 
it was found that it invariably combined with some portion of the material 
of the vessel in which the operation was conducted. The most successful 
of the early attempts to isolate fluorine appears to have been made, at the 
suggestion of Davy, in a vessel of fluor-sp^r itself, which could not, of 
course, be supposed to be in any way affected by it. Moissan's method was 
as follows : The hydrofluoric acid having been very carefully obtained pure, 
a little potassium hydrofluoride was dissolved in it to improve its condnct- 
ing power, and it was subjected to the action of the electric current in a 
IT-tube of platinum, down the limbs of which the electrodes were inserted ; 
the negative electrode was a rod of platinum, and the positive was made of 
an alloy of platinum with 10 per cent, of iridium. The U-tube was pro- 
vided with stoppers of fluor-spar, and platinum delivery tubes for the gas- 
es, and was cooled to -23^ C. The gaseous fluorine, which was extricated 
at the positive electrode, was colorless, and possessed the properties of chlo- 
rine, but much more strongly marked. It decomposed water immediately, 
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seizing upon its hydrogen, and liberating oxygen in the ozonized condition ; 
it exploded with hydrogen, even in the dark, and combined, with combus- 
tion, with most metals and non-metals, even with boron and silicon in their 
crystallized modifications. As, Sb, S, I, alcohol, ether, benzene, tereben- 
thene, and petroleum took fire in the gas. Carbon was not attacked by it. 
(H. MoissAN, 1886 ; CompU Rend., 103, 202, and 256 ; Jour, Chem, Soc, 
50, 849, and 976.) 

739. Flnozine, in several characteristics, appears as the first member of the Chlorine 
Series of Elements. It cannot be preserved in the elemental state, as it combines with 
the materials of vessels (except fluor-spar), and instantly decomposes water, forming 
hydroflxMrie add^ HF, an acid prepared by acting on calcium fluoride with sulphuric 
acid (a). Fluorine also combines with silicon as SiFf. ailieon fluoride j a gaseous com- 
pound, prepared by acting on calcium fluoride and silicic anhydride with sulphuric acid 
(&). On passing silicon fluoride into water, a part of it is transposed with the water, 
forming silicic acid and hydrofluoric acid (r); but this hydrofluoric acid does not at all 
remain free, but combines with the other part of the fluoride of silicon, as hydrofiuosQieic 
acidf (HF),SiF4, or HsSiFs {d). This acid is used as a reagent ; forming metallic silico- 
flaorides, soluble and insoluble (742). 

a. OaFfl + H,804 = Oa80« + 2HF 

b. 20aF, + 8IO« + 2H,804 = 20a80« + 2HiO + BIF* 

c. BiFi + 2BiO = SiOa + 4HF (not remaining free) 

d. 2HF + SiF« = H,SiF. 
e and d. 8SiF« + 2H,0 = 8iO. + 2H,SiF« 
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740. A colorless, intensely corrosive gas, soluble in water to a liquid that reddens 
litmus, rapidly corrodes glass, porcelain, and the metals, except platinum and gold (lead 
but slightly). Both the solution and its vapor act on the flesh as an insidious and viru- 
lent caustic, giving little warning, and causing obstinate ulcers. The anhydrous acid 
at 25° C. (77° F.) has a vapor density (H = 1) of 20, indicating that the molecule at this 
temperature is H,P,. But at 100' C. it is only 10, indicating that at that temperature 
the molecule is HP. The anhydrous liquid acid boils at 19.44° C. (Gore, 1869). and does 

not solidify at -34.5"* C. 

The Fluorides of the alkali metals are freely soluble in water, the solutions alka- 
line to litmus and slightly corrosive to glass; the fluorides of the alkaline earth metals 
are insoluble in water; of copper, lead, zinc, and ferricum, sparingly soluble ; of silver 
and mercury readily soluble. Fluorides are identified by the action of the acid upon 

glass. 

Calcium chloride solution forms, in solution of fluorides or of hydrofluoric acid, a 
gelatinous and transparent precipitate of calcium fluoride, OaPj, slightly soluble in cold 
hydrochloric or nitric acid and in ammonium chloride solution. Barium chloride pre- 
cipitates, from free hydrofluoric acid less perfectly than from fluorides, the voluminous, 
white, barium fluoride, BaF%. Silver nitrate gives no precipitate. 

Sulphuric acid transposes with fluorides, forming hydrofluoric acid, IBP (739 a). 
The pas is <Hstinguished from other substances by etching hard glass— \)rey\(ms\y pi-e- 
pared by coating imperviously with (melted) wax, and writing thruugh the coat. The 
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operation may be conducted in a small leaden tray, or cup formed of sheet lead ; the pul- 
verized fluoride being mixed with sulphuric acid to the consistence of paste. 

741. If the fluoride be mixed with ailioio aoid, we have, instead of hydrofluoric acid, 
ailicon fluoridey 8iF4 (739 6); a gas which does not attack glass, but when passed into 
water produces hydrofluosilicic acid, Ht8iF« (739 c, d) (742).* 

AUo, heated with acid sulphate of potassium, in the dry way, fluorides disengage 
hydrofluoric acid. If this operation be performed in a small test-tube, the surface of the 
glass above the material is corroded and roughened: 

OaFt -f 2KH80« = Oa80« + EsSOa + 2HF 

By heating a mixture of borax, acid sulphate of potassium, and a fluoride, fused to a 
bead on the loop of platinum wire, in the clear flame of the Bunsen gas-lamp, an evanes- 
oent yellowish-green color is imparted to the flame. 

742. HTDROFLUOSIXJOXO AOID, (HF)tSiF4, or HsSiF*, prepared as directed 
in the note to 741, forms metallic silicofltborides, mostly soluble in water; those of barium, 
sodium, and potassium, being only slightly soluble in water, and made quite insoluble by 
addition of alcohol. The silicofluorides are precipitated translucent and gelatinous. 
With concentrated sulphuric acid, they disengage hydrofluoric acid, HP. By heat, they 
are resolved into fluorides and silicon fluoride : as, BaFa -{• 8iF«. 
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743. Ocourrenoe. — It is never found in nature in a free state, but al- 
ways combined witli oxygen in the form of silicon dioxide, SiO,, as quartz, 
opal, flint, sand, etc. All geological formations except chalk contain sili- 
con, as the dioxide or as a silicate. 

Preparation and Properties. — Thei-e are three modifications of silicon. 
(1) Amorphous silicon, made by fusing K^SiF^ witii K, or SiOl^ with Na. 

X.SiF« + 4K = QKF + Si 
SiOl4 + 4Na = 4Na01 + Si 
It is a dark-brown powder, sp. gr. 2.0. Non-volatile and infusible ; burns 
in the air, forming SiO, ; and in chlorine, forming SiOl^. Not attacked by 
acids, except HF ; but dissolved by KOH. 

Si + 6HF = HaSiF. + 2B, 
Si + 4EOH = K48i04 + 2H. 

(2) Graphoidal silicon is made by fusing the amorphous with Al, and 
then dissolving the Al with HCl. It fuses in, but is not oxidized by, oxy- 
gen ; HF has no action on it ; but is dissolved in a mixture of HF and 
HNO3, ^«Si^6 being produced. Fused KOH acts slowly upon it. (3) 

* IlydroJluoHIidc add is directed to be prepared by taking one part each of fine aand and floely-pow- 
dered fluor-fipar, with six to eight partt* of concentrated sniphnric acid, in a small stoneware bottle or a glass 
flask, provided with a wide delivery-tube, dipping into a little mercnry in a small porcelain capsnle, which is 
set in a large beaker containing six or eight parts of water. The stoneware bottle or flask is set in a small 
sand-bath, with the sand piled about it, as high as the material, and gently heated from a lamp. Bach bnb- 
ble of gas decompose? with deposition of gelatinous silicic hydrate. When the water is filled with this de- 
posit, it may be separated by straining through cloth and again treating with the gas for greater concentra- 
tion. The strained liquid is finally filtered and preserved for use. ^ 
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Adamantine silicon is formed by fusing the graphoidal. It looks like 
hematite, and is oxidized with greater difficulty than the other modifications. 

744. Silicic Anhydride, or silica, Si''"0„ is a stable, non-volatile, infusi- 
ble solid ; insoluble in water or acids, sohible in fixed alkali hydrate solu- 
tions, by formation of silicates. These are formed as normal salts, qua* 
dribasic ; metasalts, dibasic ; and in many other propoHions of base and 
acid. 

8IO, + 4SOH = S48IO4 + 2H,0 

745. Of the Silicates, only those of potassium and sodium are Boluble in 
water. The solutions of alkali silicates somewhat resemble, in the nature 
of their union, the alkaline solutions of zinc, aluminium, and lead. These 
silicates in solution are decomposed by all acids, including carbonic, with 
separation of silicic acid, H^SiO^, gelatinous. Silicic acid is soluble, silicic 
anhydride insoluble, in the mineral acids. Some of the insoluble silicates 
are also dissolved by sulphuric and by hydrochloric acid, with separation of 
g^elatinous silicic acid. Other silicates are dissolved by these acids, when 
heated in closed tubes at about 200^ 0. Soluble silicates precipitate, from 
salts of non-alkali metals, silicates insoluble in water, but mostly soluble in 
acids. 

Silicates are determined, qualitatively or quantitatively, by the separa- 
tion of the anhvdride, 746. 

746. Silicic acid is obtained as H,SiO„ H^SiO^, and other hydrates of 
SiO,. It is decomposed by evaporation to dryness, with a residue of silica, 
insoluble in acids. — Hence, when an alkali silicate is acidulated (with hydro- 
chloric or nitric acid), and evaporated strictly to dryness on the water-bath, 
and again treated witii water and the same acid, the silica is left behind in- 
soluble. This behavior is characteristic for silicic acid, and serves for its 
separation as well as detection. 

The formation of the alkali silicate, from silica or an insoluble silicate^ 
as the first step in this operation, is generally obtained in the dry way, by 
Aision with three or four parts of mixed carbonates of sodium and potas- 
siiun in a porcelain crucible. (These carbonates, mixed in about molecular 
proportions, fuse at a much lower temperature than either alone.) — Also, 
the soluble silicates may be formed by boiling with solution of potassium or 
sodium hydroxide, as stated in 744 ; the operation being performed in a 
silver or platinum vessel. Silica dissolves, with more or less readiness, in 
boiling solution of potassium or sodium carbonate. 

Silica is not soluble in ammonium hydroxide, and the salts of ammo- 
nium separate gelatinous silica from solutions of potassium or sodium sili- 
cate. Therefore, in operating with these solutions, silica is precipitated 
with the bases of the third group : 

K4SiO« + 4NH4OI + 4H,0 = H48i04 + 4E01 -f- 4NH4OB 

747. In the fused bead of microcosmic salt, particles of silica swim un- 
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dissolved. If a silicate be taken, its base will, in most cases, be dissoWed 
out, leaving a '' skeleton of silica " undissolved in the liquid bead.— But 
with a bead of sodium carbonate, silica (and most silicates) fuse to a clear 
glass of silicate. 

For the reactions of silica with fluorides, see 739. 

748. Silica is separated from the fixed alkalies in natural silicates, bj mixing tbe 
latter in fine powder with three parts of precipitated calcium carbonate, and one-half 
part of ammonium chloride, and heating in a platinum crucible to redness for half an 
hour, aroiding too high a heat. On digesting in hot water, the solution contains all the 
alkali metals, as chlorides, with calcium chloride and hydrate. [J. Lawbekci Smith.] 

FHOSFHOBUS. P = 30. 958. 

749. Specific gravity of the solid, 1.814 ; of the liquid, 1.7555 (Damibw, 
1881); of the red, 2.34 (Troost, 1875). Vapor density (H = l), 62, indi- 
cating that its molecule is P«. Yellow phosphorus melts at 44.4^ G. (112"^ 
F.), and boils at 287.3° C. (549° F.) (PiSATi, 1875). Under pressure of 2^,% 
atmospheres boils at 511° C. (952° F.) (Troost, 1873). Bed phosphorus 
melts at 255° C. (491° F.) (Odlino). 

Occurrence. — It is never found free in nature. It is found in the 
primitive rocks as calcium phosphate, occasionally as aluminium, iron, or 
lead phosphate, etc. Plants extract it from the soil, and animals from the 
plants. Hence ti-aces of it are found in nearly all animal and vegetable 
tissues; more abundantly in the seeds of plants and in the bones of 
animals. 

Preparation. — (1) From bones. They are first burned, which leaves a 
residue, consisting chiefly of Ca,(POj, ; then H,&0^ is added, producing 
soluble calcium tetrahydrogeu diphosphate (a). After filtering from the 
insoluble calcium sulphate it is ignited, leaving calcium metaphosphate {b). 
Then fused with charcoal, reducing two-thirds of the phosphorus to the 
free state (c). The admixture of sand, SiO„ with the charcoal is preferred, 
in which case the whole of the phosphorus is reduced (d). Hydrochloric 
acid passed over red hot calcium phosphate and charcoal reduces the whole 
of the phosphorus. This process works well in the laboratory, and has also 
been successfully employed on a larger scale. Either of the calcium phos- 
phates may be used {e) and (/). 

a. Cat(PO«)3 + 2H,804 = 20a80« + OaH4(P04)« 

h. CaH4(P04)s + ignition = 08(P0s), + 2H,0 

e. 30a(P0,>, + lOO = Oa,(P04), + lOOO + P4 

d. 20a(P0.), + 100 4- 28iO, = 2CaSiO, + P4 + lOOO 

e. 20a,(P04)9 + 160 + 12H01 = GOaOls + P4 + 1600 + 6H, 
/. 20a(P0.), -f 120 + 4H01 = 20aCl. + P* + 1200 + 2H, 

760. Properties of Yellow or Ordinary Phosphorus. — It has a trans- 
parent, slightly yellowish color, but turns white at the surface after some 
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time. Its odor, sometimes described as garlic, which it scarcely resembles^ 
is well known. It is very poisonous ; oue-half a graiu has proved fatal. 
When inhaled in small quantities, as in match-making, it causes toothache, 
followed by decay of the teeth ; later aching of the jaw, followed by decay of 
the jaw. A trace of it dissolves in water. Alcohol dissolves 0.4, ether 0.9,. 
olive oil 1.0, and tnrpentine 2.5 per cent, of it, while carbon disalphide 
dissolves 10 to 15 times its own weight. It oxidizes in the air at high tem- 
peratures to H,PO^ ; at lower temperatures, or with an insufficient supply 
of air, to H,PO,. 

Phosphorus is luminous in the dark. This luminosity is the result of 
slow combustion. It is not luminous at 0^ G. Its luminosity increases, 
with the temperature, and if exposed freely to the air the heat of combus> 
tioD raises its tem|)erature, until at 44° C. it bursts into flame. It is best 
preserved under water. In a fine state of division, such as is produced by 
its evaporation from the carbon disulphide solution, it takes fire at once at 
temperatures in which the compact phosphorus can be kept for days. 

Boiled with alkali or alkaline earth hydroxides, it forms a hypophos- 
phite and phosphorus hydride, PH,. Phosphorus is largely used in match* 
making. Yellow phosphorus is used in the ordinary match, and the red 
(amorphous) in the safety matches, the phosphorus being on a separate sur- 
face. Phosphorus is usually estimated as a phosphate after oxidation with 
HlfO,. 

751. Oxidation. — In presence of water, CI, Br, and I form HCl, HBr» 
HI, and H,PO^. Chloric, bromic, and iodic acids give the same products. 
When dry, finely-divided phosphorus is mixed with substances which readily 
part with oxygen, such as potassic chlorate or metallic peroxides ; very 
slight friction is sufficient to cause the explosive oxidation of the phos- 
phorus. When sodic carbonate is heated to redness with phosphorus, the 
carbonic anhydride is reduced and carbon is set free. Owing to its affinity 
for oxygen, phosphorus acts as a powerful reducing agent. Platinum, 
gold, silver, and copper are deposited in a metallic state when white phos- 
phorus is left in contact with the solution of their salts. 

762. Bed or Amorphous Fhosphorus. — When ordinary phosphorus is 
heated for 40 hours at 240° C. to 250° C, the red variety is formed ; but if 
the heat is allowed to rise above 260° C. it is again changed to ordinary 
phosphorus ; but under pressure ordinary phosphorus heated to 300° C. is 
immediately and completely changed to the red. If finely divided it has. 
a scarlet-red color ; in larger particles it has a dull or brownish -red color. 
It is odorless, tasteless, non-poisonous, and non-luminous in the dark. 

It is insoluble in water, ether, or carbon disulphide. It requires no 
special precaution for its preservation ; does not (if free from traces of the 
other variety) oxidize in the air, and does not ignite until heated to 240° 
C. (464'' F.) HNO„ CI, Br, and I act as upon the ordinary phosphorus,. 
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but more slowly. A black rariety of phosphoma is formed by suddenly 
cooling the melted ordinary phosphorus to 0"^ G. This and the white 
opaque crust which forms on ordinary phosphorus have not been much 
studied. 

PHOSPHORUS HYDBIDE. PH.. 

Oxidation valence .P""'H', 

H 

Structural valence H-P-H 



Vapor density, 17, indicating that the molecule is *— ,. 

763, Preparation. — (1) By boiling phosphorus in an alkali or an alkaline 
earth. (2) Hy ignition of H,PO, or H,PO,. (3) By ignition of hypophos- 
phite of the alkalies or alkaline earths. (4) By action of calcium or mag- 
nesium phosphide on water or Hd. 

1. 8KOH + P« + 8H«0 = 8EH,PO, + PH, 

2. 2H,PO, = H,P04 + PH« 
4HsPO« = 8H,PO« + PH, 

8. 4NaH,PO, = Na4PtOT + 2PH« + H«0 
L OftsPt + 6H,0 = 80a(0B). + 2Pa. 

OatP, + 6H01 = 80a01« + 2PHt 
Properties. — A colorless gas having a very disagreeable odor. It is lique- 
fied by pressure and cold. As usually prepared, it is spontaneously inflam- 
mable. It is a strong reducing agent ; transposes many metallic solutions— 
e.g.y CuSO^. It reduces solutions of gold and silver to the metallic state. It 
burns in the air, forming water and metaphosphoric acid. It is oxidized by 
hot H,SO,, H,SO^, chlorine-water, hypochlorites, N,0, NO, HNO„ H^AsO^, 

otc. 

80n804 + 2PHt = OuaPt + 3Ht80« 

8AgN0. + PH. + 4H,0 = HtPO^ + 8HNO, + 8Ag 

2PHa + 40t (ignition in the air) s= 2HPO» + 2HsO 

A liquid phosphorus hydride^ "^^o ^"^ ^ solid, P^H,, are known. 

HYPOPHOSPHOBOUS ACID. H,PO,. 

Oxidation valence H'.P'O"", 

H* 

Structural valence H-0-P=0 

I 
H 

764. The anhydride, P,0, has not been obtained. The acid is formed : 
^1) By transposing lead hypophosphite with H^S ; or the barium salt with 

* The Btrnctnral formala represents the atom of phosphoms as holdinpc three positive bonds (toward 
oxygen) and two negative bonds (toward hjdrogen), so that the sum of its valence is one (P'"-"^'). See 
paragraph 014. 
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H,SO^ added in exactly molecular proportions ; or by treating the calcium 
salt with a like quantity of H,C,0^. 

Fb(HaP08)3 + HsS = PbS + 2HsPO« 
Ba(HsPOa)s + H«S04 = BaSOi + 2H,P0t 

Properties. — By evaporation in a vacuum the liquid H,PO, is ob- 
tained, which, on cooling to 174° C, solidifies (Thompson, 1874). In 
forming salts only one-third of the hydrogen of the acid is displaced — e.g.j 
jBodium hypoiihosphite is NaH,PO„ not N"a,PO,. It rapidly oxidizes if ex*- 
posed to the air, forming phosphoric acid. Heat decomposes it, forming 
PH, and H,PO^ (or HPO, if at a red heat). On ignition hypophosphites 
leave pyrophosphites, evolving PH,. Hypophosphorous acid may be known 
from phosphorous acid by adding cupric sulphate to the free acid and heat- 
ing the solution to 65° C. (131° F.) With hypophosphorous acid a red- 
dish-black precipitate of copper hydride (Cu,Hj is thrown down, which, 
when heated in the liquid to 100° C. (212° F.), is decomposed with the de- 
position of the metal and the evolution of hydrogen, whilst with phos- 
phorous acid the metal is precipitated and hydi'ogen evolved, but no Cu^H, is 
formed. Further, hypophosphorous acid reduces the permanganates imme- 
diately, but phosphorous acid only after some time. Phosphites precipitate 
barium, strontium, and calcium salts, while hypophosphites do not. When 
hypophosphorous acid is treated with zinc and sulphuric acid it is converted 
into phosphoretted hydrogen. On boiling hypophosphorous acid with ex- 
cess of alkali hydroxide, first a phosphite then a phosphate is formed, with 
evolution of hydrogen. 

Estimation. — (1) By oxidation with nitric acid and then proceeding as 
with phosphoric acid. (2) By mercuric chloride acidulated with Hd ; the 
temperature must not rise above 60° C, otherwise metallic mercury will be 
formed. The precipitated Hg,Cl„ after washing and drying at 100° C, 
is weighed. 

NaH,Pb, + 4Hg01, + 2H,0 = 2Hg.01, -H HaPO« + NaCl + SHOl 

765. Production of Hypophosphites. — All ordinary metals form hypo- 
phosphites except tin, copper, and mercurosum. Silver and ferric hypo- 
phosphites are very instable. (1) A few metals, such as zinc and iron, dis- 
solve in H,PO,, giving off hydrogen and forming a hypophosphite. (2) The 
alkali and alkaline earth salts may be formed by boiling phosphorus with 
the hydroxides. (3) As all hypophosphites are soluble, none can be formed 
by precipitation. All may be formed from their sulphates by transposition 
with barium hypophosphite. (4) All may be made by adding H,PO, to the 
carbonates or hydroxides of the metals. 

766. Oxidation. — In all cases an excess of the oxidizing agent produces 
phosphoric acid or a phosphate. Perhaps the best method of proving that 
H,PO, is all changed to H,PO^ is that it fails to blacken argentic nitrate. 
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The reduction of mercuric chloride is sometimes preferred, especially if 
hydrochlonc acid is preseut. 

Where the oxidation is not fully complete, first remoTe any phosphate 
which may be present iis an impurity, by addition of magnesium sulphate 
in presence of ammonium chloride and ammonium hydroxide ; then, after 
oxidation, repeat the process to prove partial oxidation. 

HNO, and HNO, a. Become NO. 

H,SO, b. Becomes free sulplmr. 

H,SO^ c. Becomes first sulphurous acid, then sulphur. 

CI d. Becomes hydrochloric acid, and phosphoric acid is formed ; with 

alkalies a chloride is formed. 

HCIO e. Becomes hydrochloric acid. With alkalies a chloride is formed. 

HCIO, /. Becomes hydrochloric acid. ProYe same as above. 

Br g. Forms hydrobromic acid. 

The action takes place also in alkaline mixture, forming a bro- 
mide. 
, A. Forms hydrobromic acid, 
f. Forms hydriodic acid ; and in alkaline mixture an iodide, 
y. Forms hydriodic acid. 

H,Pe,(CN)„ k. Forms ferrocyanic acid. In this case the formation of 

the same cannot be proven by addition of ferric chloride, 
because an excess of hypophosphorous acid changes ferric 
chloride to ferrous chloride, which then gives a precipitate 
with ferricyanide of potassium. A good method is to add :i 
slight excess of fixed alkali, and then an excess of alcohol 
which will precipitate the ferrocyanide of potassium, which 
may, after wiishing with alcohol, be dissolved in wat^r and 
tested in the usual way. 

Pb"" /. Becomes Pb" both in presence of fixed alkali and acids. 

Ag' m. Becomes Ag° " '* " *' 

Hg' n. Becomes Hg° " " " " 

Hg" Becomes Hg° " *' *' " 

As^ and As'" p. Become metallic arsenic (in presence of hydrochloric 

acid). 

Bi''' q. Becomes Bi". The action takes place both in presence of alkalies 

and acetic acid. 

Cu" r. Becomes (Cu,)" or Ou,H„ and, on boiling, metallic copper is formed. 

See 754. 

Mn"+» 8, In presence of acids gives Mn". (No action in presence of alka- 
lies.) 

Mn^n L With alkalies gives Mn^. 
With acids gives Mn". 
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Co'" u. Becomes Co". No action in alkaline mixture. 
Jfi'" V. Becomes Ni". " " 

(Fe,)^» w. Becomes Pe". " " 

Cr" X. Becomes Cr'". " " 



FHOSPHOBOTJS ACID. H,PO,. 

Oxidation valence H',P'"0-", 

H 
I 
O O 

Structural valence H-O-P-O-H, or H-O-P-O-H 

H 
767. Phosphorus anhydride, P,0„ is formed by the combustion of 
phosphorus at a low temperature or in a limited supply of air. It is a 
volatile, crystalline solid, inflammable, and having a garlic-like odor. It can- 
not be formed by heating H,PO,, which would produce H,PO^ and PH,. 
Heated in a sealed tube it decomposes thus : 5P,0, = 3P,0, -h P^. Phos- 
phorous acid is formed by the action of water upon the anhydride or upon 

the trichloride. 

POl, + 8H,0 = HsPO, + 8H01 

Two atoms of its hydrogen, rarely only one, are displaced by metals — «.jr., 

K,HPO„ PbHPO,, BaHPO^. It is a strong reducing agent, oxidizing to 

phosphoric acid when exposed to tlie air. Reduces salts of silver and gold 

to the metallic state. It is changed to phosphoric acid by most of the 

fitrong oxidizing acids, and by many of the higher metallic oxides. 



PHOSPHOBIC ACTD H,PO, 

Oxidation valence H'.P^ 0-", 

O 

I 

Structural valence H-O-P-O-H 

I 
O 

I 
H 

768. Phosphoric anhydride, P,0., is prepared by burning phosphorus 
in oxygen c air It cannot be formed by heating H^PO^, which would form 
volatile metaphosphoric acid, HPO,. It is a white, flaky, deliquescent solid, 
fusible, subliming unchanged at a red heat. It dissolves in water, forming 
three varieties of phosphoric acid : (I) Metaphosphoric acid, HPO,. (2) 
Pyrophosphoric acid, H^P,0,. (3) Orthophosphoric acid, H,PO^. 

769. Metaphosphoric acid, HPO,,* is made by the action of cold water 

* For 8tractDZ«l formula see Renuen^s Theoretical Chemittry^ 8d ed.» p. 1S5. 



222 Phosphoric Acid. 

on F,0^, or by the action of a red heat upon H,PO« or H^F,0,. Also by 
action of H,S on the lead salt, or of H,SO^ on the bariam salt. It is 
slowly changed to H,PO^ by boiling with water. 

Metaphosphates are especially disiiiiguished, by the means mentioned 
in 769 and 771. Also, they are not precipitated by solutions of mag- 
nesium salts with ammonium hydroxide, unless very concentrated, or by 
the molybdate solution. The silver precipilate, AgPO,, white, is soluble in 
alkali metaphosphate solutions, distinction from pyrophosphates. 

Free metapliosphoric acid precipitates solutions of silver nitrate, lead 
nitrate, and lead acetate, the precipitates being insoluble in excess of meta- 
phosphoric acid, and soluble in moderately dilute nitric acid. Barium, 
calcium, and ferrous chlorides, and magnesium, aluminium, and ferrous sul- 
phates, are not i)recipitated by free metaphosplioric acid. Ferric chloride 
is precipitated, a distinction from orthophosphoric acid. See 769. 

There are various polymeric modifications of metaphosphoric acid,' distinguished 
from each other chiefly by physical differences of the acids and their salts. Pure meta- 
phosphoric acid is a white, viscid, or waxy solid. (Ordinary glacial phosphoric acid owes 
its hardness to the universal presence of sodium metaphosphate.) 

Fusion with excess of sodium carbonate converts both metaphosphates and pyrophos- 
phates to normal orthophosphate, 

760. Pyrophosphoric acid, H^P,0,,* is formed by heating H,PO, to 
215° C, or by the action of H,S on the lead salt and by the action of H,SO^ 
on the barium salt. 

Pyrophosphates are precipitated from their solutions by silver nitrate, 
as silver pyrophosphate^ Ag^P,0„ white, soluble in ammonium hydrate and 
in nitric acid. 

The pyrophosphates of the alkaline earth metals are diflBcultly soluble in 
acetic acid. The most of the pyrophosphates of th'e heavy metals, except 
silver, are soluble in solutions of alkali pyrophosphates, as double pyrophos- 
phates soluble in water (distinctions from orthophosphates). 

Ammonium molybdate reacts but slowly^with pyrophosphate solutions — 
and not until orthophosphate is formed by digestion with the nitric acid of 
the reagent solution. 

Magnesium salts with ammonium hydroxide give a precipitate of 
double pyrophosphate, soluble in alkali pyrophosphate solution. 

Free pyrophosphoric acid gives precipitates with solutions of silver ni- 
trate, lead nitrate or acetate, and ferric chloride ; no precipitates with 
barium or calcium chloride, or with magnesium or ferrous sulphate. (Fur- 
ther, see 769.) 

761. Orthophosphoric acid is made : (1) By boiling P,0^, HPO,, or 
H^PjO, in water. (2) By boiling phosphorus in dilute nitric acid. (3) 
By the combustion of PH, in moist air. (4) By action of water on PCl^. 

* For stractnral formiiU Bee Bemsen''8 Theorttical Chtmittry, 8d ed , p. 18'. 
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Orthophosphorlc aoid, HsP04, is a translucent, feebly crystallizable, and v^ery deli- 
quescent soft solid ; reduced by heat first to pyrophosphoric acid, then to metapbos- 
phoric acid, which is volatile. 

Orthophosphorlc acid is formed from phosphorus by oxidation in water; and from 
metaphosphoric acid or pyrophosptioric acid by digesting with dilute mineral acids, or 
even by long boiling in water, or, as sodium salt, by fusion with excess of sodium car- 
bonate. 

Pho^horic acid is formed from metallic phosphates by transposition with acids in 
cases where a precipitate results, as a lead or barium phosphate with sulphuric acid, or 
silver phosphate with hydrochloric acid. But when the products are all soluble, as cal- 
cium phosphate with acetic acid or sodium phosphate with sulphuric acid, the transposi- 
tion is only partial ; so that unmixed phosphoric acid is not obtained. A non-volatile 
acid, like phosphoric, is not separated from liquid mixtures, as the volatile acids are, like 
hydrochloric. The change represented by equation (a) can be so verified that pure phos- 
phoric acid will be separated, but the changes shown in equations (6) and {e) do not com- 
prise the whole of the material taken. In the operation if) some sodium phosphate and 
some nitric acid will be left, and in (c) some trihydrogen phosphate will no doubt be 
made. 

a. OaH«(P04)s -f- H3O9O4 == OaOs04 + 2HsP04 
h, Na,HPO« + 2HNOs = 2NaNOt + H.PO« 
And Na,HP04 -f- HNO. = NaNO. + NaH3P04 
c. 20aHP04 + 2H01 = OaOl, + CaH4(P04)t 



762. The OrthophosphateSy dimetalUc and trirnetalHc, are insoluble in 
water — except those of the metals of the ordinary alkalies. They are all, 
however, more or less soluble in aqueous phosphoric acid by formation of 
monometallic salts, as CaH^(POj,, having an acid reaction. Lithium phos- 
phate is nearly insoluble in water. Phosphates are insoluble in alcohol. 

In analysis, the molybdate precipitate (768) is most distinctive. Separa- 
tion by the ferric phosphate precipitate in presence of acetic acid (306) is 
employed. Separation from oxalate, as calcium precipitate, by acetic acid, 
is used in systematic qualitative work (764). Ignition test : see 771. 

763. Soluble salts of all metals, except those of the alkalies, pre- 
cipitate solutions of ordinary phosphates (dimetallic and trimetallic ortho- 
phosphates). 

764. Soluble salts of the alkaline earth metals, with dimetallie alkali 
phosphates, as Na,HPO^, form white precipitates oi phosphates y two-thirds 
metallic, as CaHPO^ ; with trimetallio alkali phosphates, white precipitates 
oi phosphates, normal or full metallic, as Ca,(PO,),. The precipitates are 
soluble in acetic acid, and in the stronger acids (761 c). Concerning the 
ammonium magnesium phosphate, see 79. 

765. Solutions of orthophosphates give, with soluble ferric, chromic, 
and aluminium salts, mostly the normal phosphates, Pe,(POJ„ etc. The 
f err ic phosphate is but slightly soluble in acetic acid, and for this reason it 
is made the means of separati?ig phosphoric acid from metals of the earths 
and alkaline earths (306). Solution of sodium or potassium acetate is 
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added ; and if the reaction is not markedly acid, it is made so by addition 
of Acetic Acid. Ferric chloride (if not present) is now added, drop by 
drop, avoiding an excess. The "precxi^iUief ferric phosphate, is brownish- 
white. 

With zinc and manganous salts, the precipitate is dimetallic or normal— 
ZnHPO^, or Zii,(PO J,— according to the conditions of precipitation. Man- 
ganic salts give a colored solution, as explained in 252. With salts of 
nickel, a light green normal phosphate is formed ; with cobalt, a reddish 
normal phosphate. 

766. Silver salts precipitate normal silver phosphate, Ag,FO«, light yel- 
low, soluble in acetic and nitric acids and in ammonium hydroxide. The 
i^olor of the silver precipitate distinguishes ortho- from pyro-phosphoric 
acid. Lead salts precipitate mostly Pb,(POj„ but slightly soluble in acetic 
acid. Bismuth salts form BiPO^, peculiar in being insoluble in dilate 
nitric acid. Copper forms a bluish-white precipitate, either normal or two- 
thirds metallic. Mercurous salts precipitate mercurous phosphate, Hg,- 
(FOj„ white. Mercuric nitiate (not the chloride) precipitates mercuric 
phosphate, Hg,(POj„ white. 

767. If a disodium or dipotassium orthophosphate is added to solution of silver 
nitrate, free acid is formed, and an acid reaction to test-paper is induced (a). But with a 
trisodium or tripotassium phosphate, the solution remains neutral (6) — h means of dis- 
tinguishing the add phofiphates from the normal. 

a. dNa.HP04 + OAgNO. = 2Ag>PO« + H,P04 + 6NaNO« 

b. Na>P04 + 8AgNO. = AgsPO« + 8NaNO. 

768. Ammonium Molybdate, in its nitric acid solution (604), fur- 
nishes an exceedingly delicate test for phosphoric acid, giving the pale 
yellow precipitate, termed ainmo7iium phosphomolybdate. The molybdate 
should be in excess, therefore it is better to add a little of the solution tested 
(which must be neutral or acid) to the reagent, taking a half to one cub. 
cent, of the latter in a test-tube. For the full delicacy of the test, it should 
be set aside, at 30° to 40® C, for several hours. 

769. Free orthophosphoric acid is not precipitated by ordinary salts of 
third and fourth group metals (in instance of ferric chloride, a distinction 
from pyrophosphoric acid and metaphosphoric acid),* but is precipitated 
in part by silver nitrate, and lead nitrate and acetate. Ammoniaoal solu- 
tion of caloiiun ohloride or of barium chloride precipitates free prtho- 
phosphoric acid. 

* A eolation containini; 6 p. c. ferric ehioride, mixed with one-foiirth«{ts TOlnme of a 10 p. c. Bolation of 
orthophofphoric acid, reqaires that near lialf of the latter be neutralized (so that phosphate is to pbcw- 
phoric acid aa 1.114 Is to 1.000) before precipitation occars. On the other hand, 4 c. c. of a 6 p. c. solntloo of 
ferric cliloride, mixed with 1 c. c. of a 6 p. c. solntioA of metaphoopHorie acid, form a precipitate, to dissolve 
which 20 c. c. of the same metaphosphoric acid solution or 5 c. c. of a 94 p. c. solution of hydrochloric acid 
are required. Four c. c. of a 5 p. c. solution of ttUver nitraU with 1 c. c. of a 10 p. c. solution of oHJUfphof- 
phoric acid give a precipitate, to dissolve which requiren 7 c. c. of the same orthophosphoric acid solution* 
{The Author's report of work by Mr. Morgan, Am. Jour. Phar.^ xlviii. (1876), 534.] 
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770. Orthophosphoric acid — or an orthophosphate with acetic acid — 
does not coagulate egg albumen or gelatine. This is a distinction of both 
orthophosphoric acid and pyrophosphoric acid from metaphosphoric acid. 

771. Ignition with metallic magnMdiim (or sodium) reduces phosphorus from phos- 
phates to magnesium phosphide^ PsASgti recognized by odor of PH|, formed on contact 
of the phosphide with water. A bit of magnesium wire (or of sodium) is covered with 
the previously ignited and powdered substance in a glass tube of the thickness of a straw, 
and heated. If any combination of phosphoric acid is present, vivid incandescence will 
occur, and a black mass will be left. The latter, crushed and wet with water, gives the 
odor of phosphorus hydride. 

SUIJ^HTJB. S = 31. 984. 

772. Specific gravity, 1.95 to 2.05. Melting point, 114.5° C. (238° F.) 
(Brodie). Vapor density (H = 1) above 800° C. is 32, showing that the 
molecule is S, ; but at 480° C. it is 96, showing that the molecule at that 
temperature is S,. 

Ooonrrenoe. — (1) Found in a free state, and as SO, in yolcanic dis- 
tricts. (2) As H,S in some mineral springs. (3) As a sulphide. Iron 
pyrites, FeS, ; copper pyrites, CoFeS, ; orpiment, As.S, ; realgar, As^S, ; 
blende, ZnS ; cinnabar, HgS ; galena, FbS. (4) As a sulphate. Gypsum, 
OaSO^ 4- 2H,0 ; heavy spar, BaSO^ ; kieserite, MgSO^ 4- H,0 ; bitter spar 
(epsom salts), MgSO^ + 7H,0 ; glauber salt, 27a,SO^ + 10H,O, etc. 

Preparation. — (1) The native sulphur is separated from the clay and 
rock in which it is embedded, partly by melting and partly by distillation. 
(2) From FeS, by heating in close cylinders 3FeS, = Fe,S^ + S, ; or at a 
higher temperature FeS, = FeS + S* Much of the sulphur contained in 
pyrites is converted into and utilized as sulphuric acid. 

773. Properties. — Sulphur is a solid — in yellow, brittle, friable masses 
(from melting); or in yellowish, gritty ;?OM;rfer (from sublimation); or in 
nearly white, slightly cohering, finely crystalline powder (by precipitation 
from its compounds). It melts at about 114.5° C. (238° F.); at higher 
temperatures, it suffers peculiar pliysical modifications of consistence, etc.; 
and distils at 448.4° C. It is not sensibly volatile at ordinary temperatures, 
but has a slight, characteristic odor. 

In chemical activity, volatility, and other properties, sulphur stands as 
the second member of the Oxygen Series : O, 15.9633 ; S, 31.984 ; Se, 
78.797; Te, 127.96. 

Sulphur is insoluble in water; slightly soluble in alcohol and in ether, 
freely soluble in carbon disulphide ; but with physical solvents other than 
water, its different modifications have different solubilities. 

On being heated it melts at 114.5° C. to a pale yellow liquid; as the 
temperature rises it grows darker and thicker, until at about 180° 0. it is 
nearly solid, so that the dish may be inverted without spilling. At 260° C. 
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it again becomes a liquid as at first ; and at 448.4° 0. it boils and is cou- 
yerted into a brownish-red vapor. If it is slowly cooled, exactly the same 
physical changes take place in the reverse order, becoming thick at 180'' 
C. and thin again at 114.5° C, and at lower temperatures solid. If, at a 
temperature near its boiling point, it is poured into cold water, it forms a 
soft, ductile, elastic string, resembling india-rubber. In a few hours this 
ductile sulphur changes back to the ordinary form, the change evolving 
heat. But if poured into water from the other liquid form — that is, at 
114.5° C. — it forms only ordinary, brittle sulphur. Ordinary and precipi- 
tated sulphur is soluble in GS, ; the ductile variety is insoluble. Fre- 
quently commercial samples are found to contain a definite per cent, of one 
of the insoluble varieties. 

774. Oxidation. — Sulphur, when fused with the following elements, 
combines with them to form sulphides: Pb, Ag, Hg, Sn, Ab, Sb, Bi, COt 
Gd, Zn, Go, Ni, Fe, Sr, Ga, Mg, K, Na, In, Tl, Ft, Fd, Bh, Ir, Li, Ce, 
La, Di. 

Sulphur dissolves readily in hot solutions of hydroxides of potassium, sodium, cftl- 
cium, or barium, forming supersulphidss and thiostdphates (a). These can be separated 
by alcohol, in which the sulphides dissolve. Sulphur is acted upon slowly by active oil- 
dizing agents, as hot concentrated nitric acid (6), or chlorine generated in presence of 
water (c), with formation of sulphuric acid. Hot concentrated sulphuric acid very 
slowly oxidizes sulphur to sulphurotu anhydride, by its own reduction to the same com* 

pound ((Q: 

a. 30a(0H)a + 68, = 20aSt -h OaS,Ot + SHsO 

b. S. + 4HNOi = 2H,804 + 4NO 

e. 8a + 6OI9 + 8H,0 =: 2H,80« + 12HC1 
d. 83 + 4Ha804 -+- 2H,0 = SHaSOt 

In the air, at ordinary temperatures, finely divided sulphur is very 
slightly oxidized, by ozone, to sulphuric acid ; at about 260*^ C. (500*^ F.) 
it begins to oxidize rapidly to sulphurous anhydride, burning with a blue 
flame. 

gvi - n becomes S^ when fused with alkaline carbonate and nitrate or 
chlorate. That is, free sulphur, S°, or any compound containing sulphur 
with less than six bonds, is oxidized to a sulphate if fused with an alkaline 
nitrate or chlorate, nitric oxide or a chloride being formed and carbon di- 
oxide escaping. 

HYDBOSULFHURIC ACID. H,S. 

Oxidation valence H',S~" 

Structural valence H-S-H 

775. Vapor density (H = l), 17. Melting point (freezing point), -86.5*^ 
C. (-122° F.) (Faraday). Boiling point, -61.8° 0. (-79.3° F.) (Reg- 
-rAULT). Becomes a liquid at 10° C. (50° F.) under a pressure of 17 at- 
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Ooourrence. — Found in volcanic gases and in many mineral springs. 
Its presence in spring- water is accounted for by the reduction of sulphates 
to sulphides by organic matter and subsequent liberation of H,S by car- 
bonic acid. 

776. Preparation. — For laboratory use it is prepared by action of dilute 
acids (usually H,SOj upon ferrous sulphide. The ferrous sulphide is pre- 
pared either by fusion of the iron with the sulphur, or by bringing red hot 
iron rods in contact with sticks of sulphur. The ferrous sulphide melts as 
fast as formed, and is made to drop into a tub of cold water. Dilute H,SO^ 
should be used (a). Concentrated H,SO^ has no action on FeS, unless 
heated, and then SO, is evolved (J); and frequently free sulphur is formed 
(if only a little water is present) by the action of the H,S upon the H,SO, 
first formed. Hydrosulphuric acid is slowly formed if hydrogen be passed 
through melted sulphur ; also if sulphur be fused with tallow or paraffine, 
and when organic substances {e.g,^ eggs) containing sulphur are allowed to 
decay. 

a. FoS -f H,SO« = Fe804 + H,S 

h. 2Fe8 + 10H,SO4 = Fe,(S04)i + 9SO, + 10H,O 

777. Properties. — It is a colorless, poisonous gas, having the odor of 
rotten eggs. By pressure and cold it may be condensed, first to a liquid, 
then to a solid. At 0° C. water dissolves 4.37, and at 15° C. 2.66, volumes 
of the gas. 

The solution in open vessels vaporixes gas constantly, at ordinary tem- 
peratures, until exhausted ; more rapidly when boiled. Both gas and solu- 
tion feebly redden moist litmus paper ; and have a very strong, character- 
istic odor. (The concentrated gas is a quick poison, by inhalation.) 

Absolute hydrosulphuric acid is combustible in the air — burning with a 
blue flame to sulphurous anhydride and water. 

778. The Bolubility of the Metallic Sulphides in water, dilute acids^ 
hot nitric acid, and in alkali sulphides, is shown in the grouping of the 
bases, and the sub-grouping of the second-group precipitates. 

In analysis, sulphides are known by generation of H,S (779), or sepa- 
ration of S by oxidizing solvents, and by the color test with nitroferricya- 
nide (782). 

779. Sulphurio acid, dilute, transposes the metallic sulphides ; except 
those of arsenic, tin, mercury, silver (and lead), which are decomposed 
with diflSculty, or not at all : 

FeS + H,S04 = Fe804 + H^S 
The gaseous hydrosulphuric acid, when liberatedy is recognized by its 
odor, by blackening paper moistened with lead acetate, or witli a solution 
of a lead salt with excess of potassium or sodium hydroxide (388 and 
387). In the detection of traces of the gas, a slip of bibulous paper, so 
moistened, may be inserted into a slit in the smaller end of a cork, which 
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is fitted to the test-tube, wherein the material to be tested is treated with 
sulphuric acid ; the tube being set aside in a warm place for several hours. 
' A very delicate test is made by conducting the gas into ammoniacal solu- 
tion of nitroferricyanide (782). 

If any oxidizing agents are present — as chromates, ferric salts, manganic 
salts, chlorates, etc. — hydrosulphuric acid is not generated, but instead 
sulphur is separated, or sulphates are formed (780). 

The sulpliides not transposed with hydrochloric or sulphuric acid, are 
recognized by the separation of sulphur on treatment with nitric acid, or 
with nitrohydroohlorio aoicL Also, these sulphides and certain super- 
sulphides, attacked with diflSculty by acids, as iron pyrites and copper py*^ 
rites, are reduced and dissolved, with evolution of hydrosulphuric acid^ by 
dilute Bulphurio aoid with sino. The gas, with its excess of hydrogen, 
may be tested by 782. 

780. Hydrosulphuric acid is a strong reducing agent, and the metallic 
sulphides act in the same capacity with a greater or less degree of force. 
The reactions with oxidizing agents are given at length in 785. 

The hydrogen of H,8 takes oxygen readily ; the sulphur more slowly. 
In the oxidation of metallic sulphides, generally, less sulphur is left nnoxi- 
dized than occurs in the oxidation of hydrosulphuric acid^-owing to the 
stronger tendency to form sulphates, 

781. Solutions of metallic sulphides give precipitates with soluble salts 
of seoond and third group nietale ; hydrogen sulphide, with salts of 
second-group metals only. The precipitates are sulphides, except with 
chromium and aluminium ; reduction occurring with ferric and arsenic 
salts, which form ferrous and arsenious sulphides. The precipitates have 
strongly marked colori — that, of zinc being tohite ; those of iron, copper, 
and lead, black; arsenic, yellow ; antimony, orange-red; mercury, succes- 
sively white, yellow, orange, and black. 

782. Solutions of nitrofenioyanides (698) give, with soluble metallic sulphides (or 
with hydrosulphuric acid after addition of an alkali, or with free sulphur after digesting 
with an alkali), an intense, rich purple color, disappearing after some time. Add a drop 
of the reaf;ent, to a few drops of the solution, on a white porcelain surface. Vapors are 
tested for hydrosulphuric acid by conducting them into ammoniacal solution of sodium 
nitroferricyanide. (Vapors are tested for ammonia by passing them into solution of 
nitroferricyanide with hydrosulphuric acid.) 

783. By ignition in the air, sulphur gives its characteristic odor of sulphurous anhy- 
dride. Many of the sulphides yield more or less sulphurous anhydride ; most of them 
are also, partly or wholly, converted to sulphates. 

When ignited on charcoal with aodinm carbonate-— or (distineiion from sulpJiates) 
if ignited in a porcelain crucible with sodium carbonate— soluble sodium sulphides are 
obtained. The production of the S04lium sulphide is proved by the black stain of AgA 
formed on metallic silver by a moistened portion of the fused mass. (Compounds of 
selenium and tellurium, 612.) 
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784. Formation of Sulphides. — (1) Bj fusion of the metals with sul- 
phur, see 774. (2) By action of H,S upon the free metals, hydrogen being 
evolved. With Hg and Ag this occurs at ordinary temperature, but with 
most metals a higher temperature is needed. (3) Action of H,S on me- 
tallic oxides or hydroxides. Those sulphides which are decomposed by 
water {e.g,f A1,S„ Cr,S,) are not formed in its presence, but by action of 
H,8 upon the oxide at a red heat. (4) By action of soluble sulphides upon 
metallic solutions. The ordinary sulpliides of the first three gi*oups are 
formed thus, except ferric salts, which are precipitated as FeS, and alumi- 
nium and chromic salts as hydroxides. (5) By action of CS, upon oxides 
at a red heat. (6) By action of free sulphur upon oxides at a red heat. 
(7) By the action of charcoal upon the oxyacids of sulphur at a red heat in 
presence of an alkaline carbonate. 

1. 2Fe + S« = 2FeS 

2. 2Ag + H,8 = AgaS + H, 

8. Pb(OH), + H,8 = Fb8 + 2H.O 

2Fea(OH). + 6H,a = 4Fe8 + 8, + I2H3O . 
4. 2Fe,01« + 6(NH4)a8 = 4Fe8 + 8t + 12NH«01 
6. 20aO + 08, = 20a8 + OOi 

6. 40aO + 8Sa = 40aS + 280, 

7. E,80« + 20 = Ka8 + 200. 

2Bi,(80«). + 6Na,00. + 150 = 4Bi + 6Na.8 + 21CO, 
Estimation. — The sulphur in sulphides is oxidized by nitric acid, or 
chlorine, or by fusion with sodium carbonate and nitrate, and, after precipi- 
tation with barium chloride, weighed as barium sulphate. 

785. Oxidation. — a. Free sulphur liberated from hydrosulphuric acid 
may sometimes be recognized simply by its appearance. But when white 
precipitates are formed at the same time, the whole should be allowed to 
settle, then the sulphur dissolved in carbon disulphide, and again sepa- 
rated by evaporation, or precipitated from the carbon disulphide solution 
by addition of alcohol, and then further tested by 773. 

For action upon HNO, and HNO„ see 713 and 733. 

H,SO, b. Forms water and sulphur [Watts' Dictionary^ 3, 203]. 

Sometimes, especially if the moist gases are used, pentathionic 

acid, H,S,0„ is formed. lOSO, + 10H,S = 2H,S.O, 4- 8H,0 

+ 68^ 
H,SO^ c. No action if the sulphuric acid is dilute. 

With strong acid, sulphur and sulphurous anhydride are formed. 

To prove the latter, add sulphuric acid to dry ferrous sulphide 

and boil, or pass hydrosulphuric acid gas into hot sulphuric 

acid, and SO, will be evolved. 
CI d. Forms first sulphur, and finally sulphuric and .hydrochloric acids. 

This takes place in alkaline mixture also, forming a sulphate. 
HCIO e. Same as above. 
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HCIO, /. With excess of hydroaulphuric acid, free sulpbnr and hydro- 
chloric acid are formed. With excess of HCIO,, sulpharic acid 
is formed. 

Br g. Forms hydrobromic acid and sulphur. In alkaline mixture a 

sulphate is formed. 

HBrO, h. Forms sulphur and hydrobromic acid; with excess of HBrO,, sal- 

phuric acid is formed. 

I L Forms sulpliur and hydriodic acid. 

HIO, j. With excess of hydrosulphuric acid, hydriodic acid and sulphnr 

are formed. 

H,Fe,(CN),, k. Forms potassium ferrocyanide and sulphur. 

Proof: Boil to expel excess of hydrosulphuric acid, then add ferric 
chloride. 

PbO, I, Forms PbS and sulphur. 

As^ . -^1^1 &n^ 'i*c® sulphur are formed. 

HLd!'-^^ m. Forms Mn" and (S,)^ That is, all compounds of manganese 

having more than two bonds are reduced to the dyad, and free 
sulphur is formed. 

K,Mn,0, n. With potassium sulphide, potassium sulphate is formed \M. 

Schlagdenhafen, Bulletin de la Societe Chimique (2), 22, 16 ; 
and Jour. Chem. Society^ 28, 912]. 4K,Mn,0. + 3K,S = 
3E,80, + 4E,0 + 8MnO,. This method he uses quantita- 
tively for the estimation of hydrosulphuric acid. With some 
dilute free acid, such as sulphuric, hydrosulphuric added in 
excess to potassium permanganate gives mangauous sulphate 
and free sulphur. 

H,CrO^ 0. Forms chromic oxide and sulphur. 

Ni,0, p. Becomes nickelous sulphide and sulphur. 

Co,0, q. Forms cobaltous sulphide and sulphur. 

(FeJ^ r. Forms Fe" and sulphur. The action takes place in either alkaline 
or acid mixture. 

THIOSULPHUBIC ACTD. H,S,0,. 

Oxidation valence H',S",0"", 

O 8 

Structural valence H-O-S-S-H, or H-O-S-O-H * 

O O 

786. Thiosulphuric acid (formerly called hyposulphurous acid) has not 
been isolated. Thiosulphates are made by boiling sulphur in a soluble sul- 

* In union with oxygen the chemical polarity of ralphnr Is poeitive; Innnion with hydrogen, lolphar is 
negative; in union of sulphur with sulphur, the polarities of the one side are nentraliced by those of the 
other side, m> that in this union the total polarity of the snlphor stands at 0. Bi« paragraph 614. 
Svi -J- S-" = (S,)iv. A. B. P. 
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phite (a), or in a soluble hydroxide (i) ; also by exposure of the persul- 
phides of the alkalies and alkaline earths to the air (c). The carbon dio^- 
ide and oxygen of the air act upon the normal sulphides of the fixed alka- 
lies to produce a thiosulphate (d). 

a. 3Na980s + 89 = SNaaSaOt 

I, 80a(0H), + 6S3 = 20a8ft + OaStOa + 8H,0 

c. 20a8ft + 8O9 = 20a8«Os + 889 

d. 2Na98 + 20, + 00, = Na,890s + Na,OOs 

When thiosulphates are decomposed by aoids, the constituents of thiosulphuric acid 
are dissociated as sulphurous acid and sulphur. Nearly all acids in this way decompose 
thiosulphates: 

2Na9890t + 4H01 = 4Na01 + 2H98O1 + 8, 

The larger number of the thiosulphates are soluble in water; those of barium, lead, 
and silver being only very sparingly soluble. The thiosulphates are insoluble in alcohol. 
They are decomposed, but not fully dissolved, by acids, the decomposition leaving a resi- 
due of sulphur. 

In analyBis, thiosulphates are distinguished by giving a precipitate of sulphur with 
evolution of sulphurous anhydride when their solutions are treated with hydrochloric acid 
<789); by their intense reducing power (790), shown in the blackening of the silver preci- 
pitate (788); and by non precipitation of calcium salts. 

787. Alkali thiosulphate solutions dissolve the thiosulphates of lead, silver, and mer- 
cury ; also, the chloride, bromide, and iodide of silver, and mercurous chloride ; the 
iodide and sulphate of lead ; the sulphate of calcium, and some other precipitates — by 
formation of soluble double thiasulphcUei : 

Ag,8,Os + Nas8tOi = 2NaAg890t 
Or: Ag,8,0. + 2Na,890s = Na«Ag,(8«0,)s 
AgOl + Na«8,0t = NaAg8.0t + NaOl 
Pb80« + 8Na,8,0» = Na«Pb(8,0.)i + Na380« 

788. Barium ohloride forms, in solutions of thiosulphates, a white pre« 
cipitate of barium thiosulphate, BaS,0„ nearly insoluble in water ; dissolv- 
ing in acids, except the sulphur residue. — Caloitun ohloride forms no pre- 
cipitate (distinction from sulphite). — Solutions of silver nitrate (420), lead 
acetate, and merourous nitrate form at first white precipitates of thiosul- 
phates, soluble in excess of alkali thiosulphates, as stated in the preceding 
paragraph. These white precipitates, by standing, or quickly by warming, 
turn darker and finally black, by formation of sulphides, with sulphuric 
acid. 

Ag,8,0. + HaO = Ag.8 + H,80« 
Pb8,0. + H,0 = Fb8 + H,804 

Solution of copper salts, with thiosulphates, on long standing, precipi- 
tate cuprous salt, changed by boiling to cuprous sulphide and sulphuric 
acid, as above. For the precipitation of sulphides of arsenio, antimony, 
and, in the cold, tin, see 562. 

789. The precipitation of sulphur with evolution of sulphurous anhy- 
dride, by addition of dilute aoids— as hydroohlorio or acetic — is charac- 
teristic of thiosulphates. It will be understood, however, that in pres- 
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ence of oxidizing agents^ which can be brought into action by the acid, suU 
phides will likewise giye a precipitate of sulphur (780). 

700. Thiosulphates are Bedncing Agents — even stronger and more ac- 
tive than the sulphites, to which they are so easily converted. This reduc- 
ing power is exemplified by the conversion of ferric salts into ferrous salts 
(a), and by the bleaching of iodine solutions (6), both of which changes 
are so sharply defined that they are useful in volumetric analysis. 

If the ferric solution be made red by addition of a few drops of thiocyanate, the 
exact point of complete redaction is made obvious : while the inevitahle color of free 
iodine is 'nearly sufficient to mark the point when loss of color shows that all the iodine 
has entered into combination, but the addition of starch-paste renders the indication more 
exact. In both these reactions, the oxidation of the thiosulphate changes it into a itira- 
thumate, as Na9S4O0 (e), but with excess of chlorine the hexad sulphur is produced (<Q. 

a. FotOl* + 2Nat8«Ot = 2Fe01s + 2Na01 + Nat840t 

b, 2Na,8,0. + I. = 2NaI + Na,8«0« 

e, 2Na,S,0. + OI, = dNaOl + NaiSiO. 

d. NaaSaOt 4- 401, + 5HtO = NaiSOi + Bs80« -h 8H01 
In other changes, sulphuric acid is frequently formed. By greater or less degrees of 
oxidation, thiosulphates reduce chromic acid to chromic salts ; permanganic acid, first to 
manganates (green), then to manganic salts ; bromic and iodic acids first to bromine and 
iodine, and then, respectively, to hydrobromic and hydriodic acids ; nitric acid to nitro- 
gen oxides ; and arsenic acid to arsenious compounds. 

791. On ignition, or by heat short of ignition, all thiosulphates are decomposed. 
Those of the alkali metals leave sulphates and polysulphides (a), otiiers yield sulphurous 
acid with sulphides, or sulphates, or both. The capacity of thiosulphates for rapid oxi- 
dation, renders their mixture with chlorates, nitrates, etc.. erplosive, in the dry way. 
Ohloratefl with hyposulphites explode violently in the mortar. Oyanidea and ferricy- 
anides, fused with thiosulphates, form thiocyanates, which may be dissolved by alcohol 
from other products. By fusion on charcoal with NasOOt, thiosulphates form sulphides 
(h) and {c); and by fusion with an alkaline carbonate and nitrate or chlorate, a sulphate 
is formed (d). 

a. 4Ma,890s = NaaS* + 3Na,80« 

b. Na,8,0, + Na,00. + 20 = 2Na,8 + 800« 

e. 2Pb8,0> + 4Na,CO. + 60 = 4Na,8 + 2Pb + 900, 

d. 8Nai8,0. + 8Na,OOs + 4K010t = 6Na,SO« + 4E01 -h 800t 

DITHIONOUS ACID. H,S,0,. 

Oxidation valence H',S'",0~'\ 

OO 

Structural valence H-O-S-S-O-H 

792. Prepared by treating zinc with sulphurous acid. 

2H,SOs -f Zn = Zn8«04 + 2H9O 
The yellow solution thus formed is a powerful reducing agent ; bleaches prussian blue, 
and reduces salts of silver, mercury, and copper to the metallic state ; absorbs oxygen 
rapidly from the air, becoming sulphurous acid, or a sulphite. It is employed for esti- 
mating dissolved oxygen in water. Formerly (Schutzenberoer, 1869) this acid was sup- 
posed to be Ht809, and was called by some hydrosulphurous acid ; by others hyposul- 
phurous acid. 
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DITHIONIC ACID. H,S,0,. 

Oxidation valence H',S%0~", 

OO 

Structural yalence H-O-S-S-O-H 

I I 

o o 

793. The manganous salt is first prepared by action of SO* at 0" C. upon MnOt (a) ; 
lifter treating with Ba(OH)s (6); the resulting barium salt is transposed hj H9SO4 («). 
It is a ooiorless solution, bears concentration in a vacuum until it has a specific gravity 
of 1.347; farther attempts to concentrate, or heat alone decomposes it (d). Exposure to> 
the air converts it into HsBOa (e). All dithionates are soluble, and are decomposed by^ 
heat in presence of HOI without separation of sulphur. Boiling decomposes all other 
acids of the thionic series with separation of sulphur, 

a. MnOa + 2HtSOs = MnSaOs + 2HsO 

b, BInSsOc + Bft(OH)s = Mn(0H)9 + BaSaOa 
C. BaSaOe + Ht80« = BaSO« + HsSiOa 

d. HsSiOc = Hs80« + 80« 



TBITHIONIC ACID. H,S,0,. 

Oxidation Yalence. . . ; H',(S,)*0"", 

o o 

I I 

structural valence H-O-S-S-S-O-H 

I I 
O O 

794. The potassium salt is prepared by boiling KHSOt with sulphur (a); and addition 
of BOIO4 precipitates KOIO4 (b). The acid has been obtained in crystals ; it is instable,. 
decompofilDg by heat or on standing, as shown in {e), 

a. I2KHSO1 + 8s = AKStO^ + 2K980a + OHiO 

b. K,8,0« + 2H010« = 2K010« + H,8>0« 
6. 2Hi8t06 = 2Ht804 + 2S0a + 8. 



TETRATHIONIC ACID. H,S,0,. 

Oxidation valence H',(Sj^O-", 

O 

1 I 

Structural valence H-O-S-S-S-S-O-H 

I I 

O O 

796. The barium salt is formed by adding iodine to the thiosulphate (a); from which 
the acid is transposed by HaSO* {b). The acid decomposes on boiling as is shown in (e). 
Sodium amalgam reconverts it into the thiosulphate ((f). 

a. 2Ba890t +19 = Bala + Ba8«0« 

b. Ba8406 + H98O4 = Ba804 + B9840« 
e, H984O6 = H98O4 + SO9 + 89 

^. Na98406 + 2Na = 2NaaS90a 
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TmSTTATBIOinO ACID. H,8^0.. 

Oxidation valence H\S'',0"", 

O 

Structural valence .H-O-S-S-S-S-43-O-H 

1 I 

o o 

796. Formed by passing hydrogen sulphide into a solution of 8ulpharoasacid(i4; also 
by action of water upon SsOls (b). The barium salt is formed by action of StClt upon 
barium thiosulpbate (c). It may be concentrated in a yacuum until it has a specific 
gravity of 1.6 ; farther concentration or boiling heat alone decomposes it, as is shown 

m{d). 

a. lOHsSOa + lOBsS = 2Ht8ftO« + 5St + 1SB«0 

b. 108,01, + 12H,0 = 68, + 20HO1 + 2H,8»0, 

c. 28,OI, + 4Ba8,Oi = 2Ba8,0, + 2BaOI, + 8t 

d. 2H,8ftO, = 2Ha80« + 280, + 88, 



Tetra- and Pentathionw Acids. 
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5536 SuLPHVROVS Acid. 

SULPHUBOns ACID, H,SO,. 

Oxidation Talence of the anhydride and acid. . .S^O^'^ H',S^O^', 

O 

I 

Strnctural valence of the anhydride and acid. . .0=8=0, H-O-S-O-H 

798. Vapor density of the anhydride (H = 1), 32. Melting pointy 
-76** C. (Faraday). Boiling point, -10** C. (Pictbt, 1877). At a pres- 
sure of not more than four atmospheres is liquefied at 35° C. (Pictet). 

Ooourrenoe. — Found free in volcanic gases. 

Preparation. — (1) By burning sulphur in the air. (2) By heating sul- 
phur with metallic oxides. (3) By decomposition of thiosulphates and of 
all the thionic acids. (4) By dissociation of H,SO« by heat, see 734. (5) 
For laboratory use it is generally made by action of hot concenti-ated H,SO^ 
upon copper or other metals. (6) By action of hot concentrated H,SO« 
upon sulphur, or (7) apon charcoal. (8) By heating anhydrous sulphates 
with sulphur. 

1. 8« + 20s r= 280s 

2. UnO, + 8s = aCn8 + 80t 
4ZnO + 38, = 4Zn8 + 280, 
4F«,0, + 78, = 8Fe8 + 680, 
2Pb,0« + 58, = 6Pb8 + 480, 

8. 2Na,8,0, + 4H01 = 4Na01 + 280, + 8, + 2B,0 

5. On + 2H,804 = CaSO« + 80, + 2H,0 

6. 8, + 4H,80« = 680, + 4H,0 

7. O + 2H,80« = 2SO, + OO, + 2H,0 

8. Fe80« + 8, = Fe8 + 280, 

799. Properties.— 8iUphtiroas anhydride, 80,, is a colorless liquefiable gms, of » 
powerful, characteristic, suffocating odor and effect, that of burning sulphur. It 
bleaches litmus-paper. It is not combustible in the air. It dissolves readily in water, 
doubtless as sulphurous acid ; the solution saturated at 15° 0. (60** F.) containing about 
14 per cent, of the sulphur dioxide ; an increase of temperature greatly decreasing its 
solubility. 

800. It may be supposed that the solution, at ordinary temperatures, is a mixture of 
water and H,80,~a view resting on somewhat stronger support than we have for coo- 
sidering the solution of carbonic anhydride to contain HaOO,. 

801. Solution of Sulphurous Acid firat reddens litmus, and then 
bleaches it. It decomposes carbonates with effeiTescence. It has a strong^ 
odor from vaporization of sulphurous anhydride, \?hich is soon completely 
expelled on boiling. By exposure to air it is gradually oxidized to sul- 
phuric acid, from which it is seldom entirely free (812). 

802. The Sulphites of the metals of the alkalies are freely soluble in 
water ; the normal sulphites of all other metals are insoluble, or but yery 
slightly soluble in water. The sulphites of the metals of the alkaline earths, 
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and some others^ are solnble iti solution of sulplmrons acid — the solution 
being precipitated on boiling. The alkali bases form acid sulphites ('^ bi- 
sulphites "), which can be obtained in the solid state^ but evolve sulphurous 
anhydride. The sulphites are insoluble in alcohol. 

In analysis, sulphites are recognized by the odor of the anhydride, libe- 
rated by adding an acid (799). Also, by the reducing power (808) and by 
oxidation to sulphate (807). 

803. Solution of sulphurous acid (free from sulphuric acid) is but 
slightly precipitated by solutions of salts — owing to the solubility of sul- 
phites in acids. 

Sulphites are decomposed by all acids ; except carbonic and boracic, and, 
in some instances, hydrosulphuric. 

804. Solutions of metallic sulphites are precipitated by the soluble salts 
of all metals except those of the alkalies. The precipitates, mostly white, 
are soluble in acetic acid ; also, by hydrochloric acid, except first-group 
sulphites, which are cliair^ed to chlorides, and, so far as not oxidized to 
sulphates, in dilute nitric acid. But these precipitated sulphites are 
almost invariably accompadied by sulphates which are left undissolved by 
acids, 

806. Solution of lead acetate precipitates, from solutions of sulphites, 
lead sulphite, FbSO,, white, easily soluble in dilute nitric acid; and not 
blackening when boiled (distinction from thiosulphate). Solution of silver 
nitrate gives a white precipitate of silver sulphite, Ag,SO,, easily soluble 
in very dilute nitric acid or in excess of alkaline sulphite, and turning dark- 
brown when boiled, by formation of metallic silver and sulphuric acid. So- 
lution of merourio ohloride produces no change in the cold ; but on boil- 
ing, the white mercurous chloride is precipitated, with formation of sul- 
phuric acid. Still further digestion, with sufficient sulphite, reduces the 
white mercurous chloride to gray metallic mercury (equation 448 b). 

806. Solution of ferrio chloride gives a red solution of ferric sulphite, 

Pe,(80,)3 ; or, in more concentmted solutions, a yellowish precipitate of 

basic ferric sulphite, also formed by addition of alcohol to the red solution. 

The red solution is decolored on boiling ; the acid radical reducing the 

basic radical, and forming ferrous sulphate. 

807. Solution of barium chloride gives a white precipitate of barium 

sulphite, BaSO,, easily soluble in dilute hydrochloric acid — distinction from 

sulphate, which is undissolved, and should be filtered out. Now, on adding 

to the filtrate nitrohydrochloric acid, a precipitate of barium sulphate 

is obtained — evidence that sulphite has been dissolved by the hydrochloric 

acid : 

BaSO. + 2H01 = BaOl, + H,80. 

BaOIi + HaSOt + Ola + H,0 = Ba804 + 4H01 

808. Sulphurous acid and sulphites are active Bedncing Agents, by 
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virtue of their capacity for oxidation to sulphuric acid and sulphates. See 
Oxidations^ 813. Reduction by sulphurous acid is exemplified in the pre- 
cipitations, given above, with silver and mercury, and with barium. Equa- 
tions for other reductions are given, for chromic acid, 194 c ; for iodine 
decoloration, 795 a j and for HIO,, 810 {c) and {d). 

809. The reaction with iodic acid is employed as a test for sulphurous 
acid (as well as for iodic). A mixture of iodic acid and starcli is turned 
violet to blue by traces of sulphurous acid or sulphites in vapor or in solu- 
tion, the color being destroyed by excess of the sulphurous acid or the 
sulphite. 

810. Notwithstanding this ready capacity for oxidation, sulphurous acid 
is capable of furnishing oxygen, though its |K>wer in the latter office is nar- 
rowly limited. As an Oxidizing Agent, sulphurous acid changes stannous 
chloride to stannic sulphide (a); reacts with the nascent hydrogen fur- 
nished by Bine and dilute hydrochloric acid to form water and hydrosuU 
phuric acid (b). By heat alone, sulphites either split into oxides and sul- 
phurous anhydride (e), or into sulphates and sulphides (/). 

a. HsSOi + 8Sn01, 4- OHOl = Z&nOl^ + BsS + SBtO 

8nOl4 + 2Ht8 = BnS, + 4H01 
h. Hs80» -h 3Zn + OHOl = SZnOlt -t- 8H,0 + H«8 
e. 2HIOs 4- 5HsSOt = 5HiBO« -h Xa + H.O 

d, WLOi + 3H,SOt (excess) = 8HtS04 + HZ 

e. OaSOt = OaO + 80s 

/. 4Ma,80. = 3Na,SO« + Na,8 

811. Estimation. — (1) After converting into H,SO^ by HKO, or Gl 
it is precipitated by BaCl,, and weighed as BaSO^. (2) The oxidation is 
effected by fusing with Na^CO, and KNO, (equal parts). (3) A standard 
solution of iodine is added, and the excess of iodine determined by a stand- 
ard solution of Na,S,0,. 

812. Preparation of siQphites. — The sulphites of the ordinary metals 
are usually made by action of sulphurous acid upon the oxides or hydrox- 
ides of the metals. They are normal, except mercurous, which is acid, and 
chromium, aluminium, and copper, which are basic. Sulphurous acid pre- 
cipitates solutions of metals of the first and second groups, except copper 
and cadmium. 

The sulphites of the alkalies precipitate solutions of the other metals 
except chromium salts ; and some normal sulphites may be made in this 
manner. The sulphites of silver, mercury, copper, and ferricum (known 
only in solution) are instable, the sulphurous acid becoming sulphuric at 
the expense of the base, which is reduced to a form having a less number 
of bonds. With the instable stannous sulphite the action is the reverse. 
(See 810.) All sulphites by exposure to the air slowly absorb oxygen, and 
are partially converted into sulphates. 

818. Oxidation.— a. Upon other acids sulphurous acid acts as a re- 
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duciug agent, except with hypophosphorons and bydrosulphnric acids, 756- 

785. With free metals it acts only as an oxidizing agent. With metallic 

oxides it is a reducing agent, except with stannous oxide. The method of 

proof is, in all cases, very simple. 

For action on HNO„ see 713 ; on HNO„ 733 ; on H,PO„ 766 ; on 

H,S, 785. 

CI h» Forms sulphuric and hydrochloric acids. With alkalies, a sul- 
phate and chloride. 

HdO c. Forms sulphuric and hydrochloric acids. 

HCIO, rf. " " " " 

Br e. Forms sulphuric and hydrobromic acids. With alkalies, a sul* 

phate and bromide. 

HBrO,/. Forms first bromine, then sulphuric and hydrobromic acids. 

I g. Forms hydriodic and sulphuric acids. 

niO, h. Forms first iodine, then hydriodic and sulphuric acids. 

H.Fe,(CN),, t. Forms feiTocyanic and sulphuric acids. 

FbO, j. Forms plumbic sulphate. 

Ag' k. Forms metallic silver. See 805. 

Hg' and Hg" h With the nitmtes of mercury, metallic mercury is formed. 

With mercuric chloride, mercurous chloride is very slowly pre- 
cipitated, and by long boiling with excess of H,80, metallic 
mercury is formed. 

Sn" m. With stannous chloride, forms stannic sulphide, or stannic chloride 

and hydrosulphuric acid, according to the amount of hydro- 
chloric acid present. 

As^ f». Forms arsenious and sulphuric acids. 

MnO, p* If the solution is hot, manganic sulphate is formed [ WaM Die- 

tionaryj 5, 636]. If cold, manganous dithionate, MnS^O^,. 
is formed [Omelin's Hand-book, II. 174]. 

Mn"+*» becomes Mn". That is, all compounds of manganese having mor& 

than two bonds are reduced to the dyad. 

Co,0, q. Forms Co". 

Ni,0, r. Forms Ni". . 

Fe" s. Forms Fe". 

Gr^ t. Forms chromic sulphate. 
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BULFHUBIC ACID. B;80,. 

Oxidation valence H',S^K)^'^ 

O 

Structural valence H-O-S-O-H 

O 

Oxidation valence of pyroaulphuric acid H',8^,0, 

O O 
I I 

Structural valence of pyrosulphuric acid 

O O 

814. Ooourrenoe. — ^Found free in the spring water of volcanic districts. 
Found combined in gypsum, Ca80« -f 2H,0 ; in heavy spar^ BaSO« ; in 
celestine, 8r80^ ; in epsom salts, Mg80^ -f- 7H,0 ; in glauber salt, Na,80^ 
+ 10H,O, etc. 

815. Preparation. — Industrially, sulphuric acid is chiefly made by 
utiliziug the 80, evolved as a by-product in roasting various sulphides — e.g-^ 
iron and copper pyrites, blende, etc. (a) and {b). The 80, is passed into a 
large leaden chamber and brought into contact with HNO„ steam, and 
air. The HNO, first oxidizes a portion of the 80, {c)\ the steam then re- 
acts upon the NO,, forming HNO, and NO {d). This NO is at once oxi- 
dized again by t)ie air to NO,, so that theoretically no nitric acid is lost, 
but all is used over again. Practically, traces of it are constantly escaping 
with the nitrogen introduced as air, so that a fresh supply of nitric acid is 
needed to make up for this loss. The absolute H,SO^ cannot be made h^ 
evaporation or distillation ; it still contains about two per cent, of water. 
It may be made by adding to water, or to the H,SO^ containing the two 
per cent, of water^ a little more SO, or H,S,Of than would be needed to 
make n,804 ; then passing perfectly dry air through it until the excess of 
SO, is removed, leaving absolute H,80«. Also, if the H,80^, with two per 
.cent, of water, be cooled to -34.4° C, H,SO^ crystallizes out (Eeqnault) ; 

but does not melt again until warmed to 10.5° C. (Marignac). 

Pyrosulphurio, or NordhauBen sidphtLrio acid, H,8,0,, is made : (e) 
by solution of sulphuric acid in sulphuric anhydride ; (/) by drying FeSO, 
+ 7H,0 until it becomes 4Fe804 + H,0, and then distilling ; the dis- 
tillate, consisting of H,S,0„ with some 80,. Sulphuric anhydride is 
made {g) by action of heat on sodium pyrosulphate, Na,8,0^, prepared by 
heating NaHSO^ to dull redness. (A) By distilling pyrosulphuric acid, 
the anhydride is collected in an ice-cooled receiver. {%) By beating H,SO,^ 
with P,0,. 

A substance having the composition 8,0,, and called persidphurio 
anhydride, is formed by passing electricity for a long time through a 
mixture of equal volumes of 80, and oxygen. It is little known. 
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o. 2ZhS + 80a = 2ZnO + 280. 
b. 4F«8, + llOs = 2Fo,0. + 880. 
C 80» + 2HNOs = Ha80« + 2MOs 

d, 3NO, + HsO = 2HNOa + NO 

€, B1SO4 + 8O1 = HsSaOT 

/. 4Fe80« + HaO = 2FeaO> + HsSsOt + 280t 

g. NaaSiOr = NaaSOi + 80s 

i. Ha80« + PaO. = 2HPOa + 80a 

816. 8ulphurio anhydride, 80a, is a colorless, fibrous, or waxy solid, melting (when 
wcent) at 25" C. (IV F.), boUing at 46*' C. (US'* P.). and vaporizing with heavy whit© 
/umes in the air at ordinary temperatures. It is very deliquescent, and on contact with 
water combines rapidly, forming sulphuric acid and much heat. 

817. Absolute sulphuric acid, H,SO^, is a colorless, syrupy liquid, hav- 
ing at 12° C. a specific gravity of 1.842 (Makignac, 1870), boiling at 338** 
C. (640° F.) (Marignac). At temperatures above about 160° C. (320° F.) 
it vaporizes from open vessels, slightly or abundantly, the vapors being 
white, heavy, and suffocating, exciting coughing without giving premoni- 
tion by odor. At ordinary temperatures it is strictly non- volatile and in- 
odorous The sp. gr. of the U. S. P. acid is 1.840. 

818. It IS miscible with water in all proportions with production of 
heat ; it abstracts water from the air (use in desiccators), and quickly ab- 
stracts the elements of water from many organic oompoiinds, and leaves 
their carbon, a characteristic charring effect. It dissolves in alcohol, with- 
out decomposing it — but if in sufficient proportion producing ethylsul- 
phuric acid, HC,H^SO^. 

819. Sulphuric acid transposes the salts of nearly all other acids, form- 
ing sulphates, and either acids (as hydrochloric acid, 839) or the products 
of their decomposition (as with chloric acid, 860). But salts of mercury, 
silver, tin, and antimony are with difficulty transposed by sulphuric acid. 
Also, at temperatures above about 300** C. (or 600° F.) phosphoric and sili- 
cic acids (and other acids not volatile at this temperature) transpose sul- 
phates, with vaporization of sulphuric acid. 

820. Sulphuric acid dissolves most metals ; though not quite so gene- 
rally efficient for this pu]7>ose as hydrochloric or nitric acid. Diluted sul- 
phuric acid, when cold, dissolves — with evolution of hydrogen — magnesium, 
aluminium, zinc, iron, manganese, and tin ; and, when heated, nickel, co- 
balt, and cadmium (a). Concentrated sulphuric acid, by application of 
heat, dissolves — with evolution of sulphurous anhydride — copper, mercury, 
silver, bismuth, and tin {b) and {c), (Compare 825.) If in a fine state of 
division all ordinary metals are dissolved, but gold, platinum, iridium, and 
rhodium are not attacked. 

a. Fe + H,S04 = Fe804 + 2H 

». On + 2H,SO« = Oa804 + 2H,0 + 80, 

e. 2Fe + 6H38O4 = Fe3(804)i + 380, + 6H3O 
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821. The metallic Sulphates are freely soluble in water, except those of 
barium, lead, strofitium (very slightly soluble), calcium, and mevcurosum, 
which are sparingly soluble. For specifications of the solubilities of the 
sulphates of barium, strontium, and calcium, see 88 ; of lead, see 389. 
Silver sulphate requires about 200 parts of cold or 100 parts of hot water 
for solution, and mercurous sulphate is even more sparingly soluble. Bis- 
muth, antimonious and mercuric sulphates are soluble in acidulated water, 
but decomposed by pure water. The metallic sulphates are insoluble in 
alcohol (ammonium sulphate sparingly soluble in ordinary alcohol, very 
slightly in absolute alcohol). 

In analysis, barium sulphate is chiefly obtained (822). Alcohol is use- 
ful for sep&ration of free sulphuric acid from its salts (824). 

Aoid sulphates of the alkali bases are formed as crystallizable salts. 
That of potassium, KHSO,, gives off sulphuric acid above about 200° C. 
(400"^ P.), or by greatly diluting its solutions. That of sodium, WaHSO,, 
is decomposed at a lower temperature, and hardly exists at all in solution. 
Alcohol, added to solutions of the acid sulphates, precipitates the normal 
sulphates, sulphuric acid remaining in solution : 

2KBSO4 = Kt80« + H,S04 

822. Sulphuric acid, or solutions of sulphates, on addition of solutions 
of barium salts, as BaCl,, or Ba(NO,)„ give a white precipitate of barium 
sulphate, BaSO^ ; insoluble by hydrochloric or nitric acid. This insolu- 
bility is a distinctio7i frmn all acids, except selenic and hydrofluosilicic. 
The precipitate, formed in cold solution, is so fine as to be difficult of re- 
moval by filtration ; if formed in hot solution and then boiled it is retained 
by a good filter. The full completion of the precipitate requires that the 
mixture should stand some time. In strongly acid solutions a precipitate 
of BaCl,, etc., may be obtained (see 104). A residue of sulphur may ap- 
pear in this test, applied to thiosulphates (788). Solutions of lead salts 
give a white precipitate of lead sulphate, PbSO^ ; not transposed with acids, 
soluble in solution of potassium hydrate. In solutions not dilute, oalcium 
salts give a white precipitate of calcium sulphate, CaSO^. 

823. Alcohol precipitates the sul|)hates from their moderately concentrated water 
solutions; and its addition enables calcium chloride to precipitate the sulphate of calciom 
in very dilute solutions. 

The sulphates insoluble in water are decomposed for analysis— (1st) by long boiling 
with solution of idkali carbonate ; and more readily (2d) by fusion with an alkali car- 
bonate. In both cases there are produced — alkali sulphates soluble in water, and car- 
banatcs soluble by hydrochloric or nitric acid, after removing the sulphate (o). If the 
fusion be done on charcoal, more or less deoxidation will occur, reducing a part or the 
whole of the sulphate to sulphide (825), and the carbonate to metal (as with lead, 897), or 
leaving the metal as a carbonate or oxide (668). 

a. Ba804 -|- NaaOOs = Na^SOi (soluble in water) -{- BaOOt (soluble in acid) 
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824. Free sulphuric acid mtkf be separated from sulphates (except ammonium sul- 
phate) by strong alcohol, solutions be ing first evaporated nearly to dryness on the water- 
bath. — A test for free sulphuric cuiid, in distinction from sulphates^ may be made (in 
accordance with 818), by the use of cane sugar, as follows: A little of the liquid to be 
tested is concentrated on the water-bath ; then from two to four drops of it are taken on 
a piece of porcelain, wiih a small fragment of white sugar, and evaporated to dryness by 
the water-bath. A greenish-6/acA; residue indicates sulphuric acid. (With the same 
treatment, hydrochloric acid gives a brownish-black, and nitric acid a yellow-brown 
residue.) A strip of white glazed paper, wet with the liquid tested, by immersing it 
several times at short intervals, then dried in the oven at 100° C, will be colored black, 
brown, or reddish, if the liquid contains as mucli as 0.2 per cent, of sulphuric acid. 

825. Sulphuric acid and its salts are very stable at ordinary temperatures. They do 
not at all act as reducing agents — solution of permanganate not being decolored by sul- 
phuric acid ; but at high temperatures, they are able to act as Oxidizing Agents to some 
extent. In the action of metals on hot concentrated sulphuric acid, there are cases of 
reduction of the sulphuric to sulphurous tmd, as stated in 820 h; and in the action of 
ignited carbon, we have reduction of sulphates to sulphides^ in fusion on charcoal, as fol- 
lows 

NasS04 + 20 = Na,S -f 2OO9 

826. It will be observed — sulphates fdsed with sodium carhonaie on charcoal, leave 
a mass which contains sulphides, and, when moistened, stains metallic ailver ; but, 
when fused with sodium carbonate (on porcelain) without reducing agents, leave a mass 
which, when moistened, does not stain metallic silver (distinction from sulphides). 

827. By heat alone, the sulphates of the metals suffer dissociation — some giving off 
salphoric anhydride ; others, sulphurous anhydride and oxygen : 

2FeSO« = Fe,Oa + BOa + 8O9 
20nS0« = 20ttO + 2SO9 + O3 

The sulphates of Cu, Sb, Fe, Hg, Ni, and Sn are completely decom- 
posed at a red heat. A white heat decomposes the sulphates of Al, Cd, Ag, 
Pb, Mxiy and Zn. An ordinary white heat has no action on the sulphates 
of the alkalies and alkaline earths ; but at the most intense heat procurable 
the sulphates of Ba, Ca, and Sr are changed to oxides ; and at the same 
temperature K,SO^ and Na,SO^ are completely yolatilized, preceded by par- 
tial decomposition. 

828. Sulphates are made, a, by dissolving the metals in sulphuric acid, 
829 ; b, by dissolving the oxides or hydrates ; c, by displacement. All salts 
containing volatile acids are displaced by sulphuric acid and a sulphate 
formed (except the chlorides of silver, mercury, and tin). The excess of 
acid may generally be expelled by evaporation, or the crystals washed with 
cold water or alcohol. 

The insoluble sulphates are best made by precipitation. 

829. Oxidation. — a. Sulphuric acid can, of course, never act as a reduc- 
ing agent, and it does not oxidize the other acids, except hypophosphorous 
(756), hydrobromic, and hydriodic acids. Some others are decomposed, but 
not oxidized, and the sulphuric is not reduced. For action on H,C,0^ see 
652 ; for H,PO„ 756 ; for H,S, 785. 
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h* Forms bromine and salphnrous acid. No action occurs except in 
concentrated solution. 

c. Forms iodine and sulplmrons acid. 

d. Metals, when dissolving in dilute sulphuric acid, eyolye hydrogen, 

and form sulphates. 
When the metals dissolve in strong sulphuric acid, SO, is evolved, 

and sulphates are formed. 
Dilute sulphuric acid does not oxidize any of the metallic oxides. 
Concentrated acid changes the following : 

Hg,0 e. Forms mercuric sulphate, and sulphurous anhydride is efvolved. 

SnO /. Stannous chloride forms, first, sulphurous anhydride, then hydro- 
sulphuric acid, stannic chloride at the same time being pro- 
duced. 

Mn g. With the higher oxides of manganese, dilute sulphuric acid has 

no action. 

Mn" + '* Forms Mn" and (0,)°. That is, all compounds of manganese hav- 
ing more than two bonds are reduced to the dyad ; manga- 
nous sulphate forming and oxygen being evolved. 

Fe"' "^ 0. In hot concentrated H,SO^ becomes Fe,(SOJ,. 

CHLORINE. 01 = 35. 370. 

830. Oxidation valence of free chlorine (ClJ^. See also 613 and 614. 
Structural valence of free chlorine, Cl-<31. 

Vapor density (H = 1), 35.370. The molecule contains two atoms, 01,. 
Under ordinary air pressure liquefies at -33.'6° 0. (Rbqnault, 1863) ; and 
solidifies at -lOS"" C. (Olszewski, 1884). Under pressui-e of six atmos- 
pheres liquefies at O"* C. (Niemann). 

Occurrence. — It is never found free in nature. It is found in great 
abundance as sodium chloride. 

831. Preparation. — (1) Weldon^s process : MnO, is treated with HOI, 
and the MnOl, formed is precipitated as Mn(OH), by adding Oa(OH),. 
The Mn(OH), is warmed by steam, and air is blown into it, oxidizing it 
agaii to MnO„ and by repeating this process the same manganese is used 
over again. (2) Deacon^s process : HOI, mixed with air, is passed over 
fire-bricks moistened with OuOl, and heated to about 440** C. The heat 
first changes the OuCl, to Ou,01„ evolving chlorine ; then the oxygen of 
the air, aided by the HOI, oxidizes the Ou,01, to OuOl,. It is not certain 
that the explanation is correct. It is only known that the hydrochloric 
acid which is passed into the apparatus comes out as free chlorine, and that 
the copper chloride (small in amount) does not need renewing. (3) By ig- 
nition of dry MgOl, in the air. (4) Some chlorides are dissociated by heat 
alone — e.g., PtOl^, AuOl,, and PdCl,. (5) By fusing together HH.NO, 
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and NH^CL (6) By action of HCl upon compounds of Mn" + '», C^'" + ^* 
Ck)" + «, Ni" + », Fe'" + n^ Br' + », audPb" + ^ these metallic forms losing 
n bonds and becoming chlorides. 

1. MnO« + 4H01 = MnCn, + 2HaO + Ol, 
MnOl, + Oa(OH), = Mn(OH), + OaOl. 
SaCncOH), + O, = 2MnO, + 2HaO 

2. 20a01j + heat = Ou,01, + Ol, 
20u,01, + O, + 4H01 = 4OUOI9 + 2H,0 

8. 2Mg01, + O, = 2MgO + 201. 

4. PtOl4 = Pt + 201, 

5. 4NH4NO, + 2NH4OI = I2H9O + 5N, + d, 

6. SsOtiOt + 14H01 = 2K01 + Or.Ol. + 301. + 7H,0 

832. The three elements, chlorine, bromine, and iodine, resemble each other in 
almost all their properties, reactions, and combinations, differing (as do their atomic 
weights, 35.87, 79.768, 126.557) with a regular progressive variation ; so that their 
compounds present themselves to us as members of progressive series. In several par- 
ticulars fluorine (atomic weight, 18.984) corresponds to the first member of this series. 

833. CHIiOBINE is a greenish -yellow, sufFocating gas, dissolved spar- 
ingly by cold water, very slightly by hot water. The solution bleaches lit- 
mns ; but on standing, the CI is converted into HCl (a), when it reddens 
litmus, and is no longer fit for use as a reagent. Chlorine is dissolved 
freely by alkali hydrates, with combination (^), the solution haying especial 
oxidizing force (854). In distinction from hydrochloric acid, it bleaches 
moist litmus, and indigo solution ; precipitates sulphur from hydrosul- 
phuric acid, and iodine from solutions of iodides — slight traces of it being 
revealed by the blue color with solution of potassium iodide and staroh — 
and acts in presence of water as a very powerful oxidizing agent (a). It 
displaces bromine as well as iodine. It dissolves gold-leaf and mercuric 
sulphide {distinctions from nitric acid). Like hydrochloric acid, it pre- 
cipitates solution of silver nitrate (c), and plumbic and mercurous salts ; 
and forms, with vapor of ammonia, a white cloud of NH^CL With ammo- 
nium salts, chlorine is liable to cause explosion, nitrogen chloride being 
formed (45). For the Oxidations caused by chlorine, see 834. 

a, 2OI1 + 2HsO = Os + 4H01 

b. 301, + 6K0H = 5E01 + EClO. + 8B«0 
Or: CI, + 2KOH = EOl + EOlO + H,0 

e. 301. -h 6AgNOs + 8H,0 = SAgOl + AgClO. -h 6HNOs 



• Or"' indicates oxidation Talence, not stractaial valenoe, the latter being 

01 01 

(OPt)vi, thus Ol-Or-Oi^Ol 
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The most important Acidi containiiLg Chlorine are ; 

Hydrochloric acid, HC1~' 
Hypochlorous acid, HCl'O 
Chlorous acid, HC1"'0, 

Chloric acid, HCl^ O, 

Perchloric acid, Hd^^o^ 
834. Oxidation, —a. The most delicate test for chlorine Is potassinm 
iodide with carbon disulphide. If, however, other oxidizing agents are 
present, the test must be varied to avoid error. 

Chlorine is one of the strongest oxidizing agents, becoming always hy- 
drochloric. 

For action on H,C,0„ see 659 ; H,PO„ 756 ; H,S, 785 ; H,SO„ 813. 

b. Forms bromine and hydrochloric acid. In alkaline mixture forms 
an alkaline bromate. 

c. Forms iodic and hydrochloric acids. In presence of potassium hy- 
droxide, potassium pcriodate is formed. 

d. Forms first iodine, then iodic acid. With potassium hydroxide, 

same as above. 
HCKS e. Forms first a red compound of unknown composition, then 

hydrocyanic, sulphuric, and hydrochloric acids. 
H^Fe(CN), /. Forms first ferricyanic and hydrochloric acids. Excess of 

chlorine to be avoided in preparation of ferricyanidea. 
H,Fe,(GN),, g. Decomposes, forming various products. 

A. Chlorine unites with all metals, forming chlorides. If any 
metal is capable of forming two series of salts, it always 
changes the one in which the metal has the .less number of 
bonds, to that having the greater. That is, it changes (ms 
salts to fc. 

Especially in the presence of a fixed alkali, it changes nearly all 
the lower oxides and hydrates to the highest the metal is ca- 
pable of forming. Among the ordinary metals, the only ex- 
ceptions are peroxide of silver, and the peroxides of the alka- 
lies and alkaline earths. 

i. By comparing this with oxidation by Br and I, the following 
facts will be observed, and should be carefully considered. 
The elements chlorine, bromine, and iodine have an oxidiz- 
ing ])ower in order of their combining numbers, chlorine being 
the strongest. This rule has no exceptions. 

Their hydracids are reducing agents graded in the reverse order. 

If any increase of bonds takes place in presence of an acid, by 
chlorine, bromine, or iodine, the same increase always occurs 
in presence of a fixed alkali. But the oxidation frequently 
goes further in presence of a fixed alkali. Thus, with chlo- 
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rine and potassiam hydrate we form PbO,, Ni,0,, Bi,0^y 
Co,0,, E^FeO^, and MnO„ which cannot be formed in pres- 
ence of an acid. 
It is very impoirtant to remember that those oxides which are formed 
by chloriney in presence of a fixed alkali, hut not in presence 
of an acid, are the only ones which can be reduced by hydro- 
chloric acid. And further, that this reduction proceeds not 
always to the original form, never proceeditig beyond that num- 
ber of bonds capable of beiiig formed in presence of an acid. 
Thus, any plambic salt, with potassiam hydroxide and chlo- 
rine, forms PbO„ and this treated with hydrochloric acid 
again forms the plumbic salt, FbCl,. And ferrous chloride 
with potassium hydroxide and chlorine forms K^FeO^, in 
which iron is a true hexad, and K^FeO^ with hydrochloric 
acid forms, not the ferrous chloride with which we began, but 
ferric chloride, for it could be oxidized to that point in pres- 
ence of an acid. 
The above rule is true for bromine and iodine, as well as for 
chlorine. 
Pb" y. Becomes PbO,, with fixed alkalies, not in acid solution. 

FbO 4- 2EHO + Oil = PbOt + 3K01 + HsO 
Fb(NOs), + 4EHO + Ol. = FbOi + 2KMOs + 2K01 + 3H,0 
Pb,(P04)« + 12KHO + 301. =r 8PbO, + 2K«(PO«) + OKOl -h 6B.O 
Hg' h. Becomes Hg'' in acid and in alkaline mixture. 
Sn" I. Becomes Sn"" " •* " 

KiBnOs + 2KBO + Oli = KaSnOs + 2K01 + HsO 
As''' m. Becomes As^ in acid and alkaline mixture. 
Sb'" n. Becomes Sb^ " " ** 

Bi'" 0. Becomes Bi^ in alkaline mixture only. 

2Bi01. + lOKBO + 201, = Bi,0. + lOSOl + 6H«0 
Mn^' p. Becomes MnO, in alkaline mixture only. 
<3o" q. Becomes Co,(OH), in alkaline mixture only, 
iri" r. Becomes Ni,(OH), " " " 

Cr"' 8. Becomes Cr^ (a chromate) in alkaline mixture only. 
Pe" t. Becomes Fe'" in alkaline and acid mixture, but is further oxidized 

to an alkaline ferrate in presence of alkali hydroxides. 
FeSO. + lOKOH + 301, = K,FeO« + K,80« + 6S01 + 5H,0 

HYDBOCHLOBIC ACID. HCl. 

836. Oxidation valence , H'Cl"' 

Structural valence H-Cl 

The vapor density (H c= 1) is 18.185, showing that the molecule is 
Hd. 
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HCl gas nnder ordinary atmospheric pressure liquefies at -102° C, and 
solidifies at -115.7** C, melts again at -112.5° C. (Olszewski, 1884). 
Under a pressure of 40 atmospheres it liquefies at 10.6° C. (Mitchell). 

Oocorrenoe. — Not found native except in volcanic gases and in springs 
and rivers in the vicinity of volcanoes. Found as a chloride in many 
minerals, its most abundant source being sodium chloride. 

886. FreparatioxL — (1) For commercial purposes always made by action 
of H,SO^ on Nad. Sulphuric displaces hydrochloric acid from all chlo- 
rides. Exception : It has no action on Hg,CI, and HgCl,, and the 
chlorides of silver, lead, and tin are but imperfectly transposed. (2) By 
direct combination of H and CI by means of heat, light, or electricity. 
(3) The chlorides of the first two groups and of Zn, Fe, Co, and Ni are re- 
duced to the metallic state when heated in hydrogen gas, HCI being evolved. 

1. 2NaOI + H,S04 = Na,80« + 2HC1 

2. H, + Ol, = 2Hai 

8. OuOlt + Hs = Cu + 2H01 

837. Absolute hydrochloric acid is a colorless, caustic, suffocating gas. 
It dissolves in about two parts by weight of water. At 15° G. a saturated 
solution having a specific gravity of 1.2124 contains 43.09 per cent, of HCL 
(J. KoLB, 1872). Its strongest permanent solution contains about 33 per 
cent, of acid (HCl); but this solution rapidly evolves acid in the air, more 
rapidly on warming, less rapidly as the solution loses strength. When of 
20 per cent, acid, the liquid boils at 112° C. (233° F.), vaporizing with the 
water of its solution. The TJ. S. P. acid contains 31.9 per cent, of HCI^ 
and its sp. gr. is 1.16. 

838. Gaseous hydrochloric acid escapes with slow effervescence when 
liberated from compounds in concentrated solution ; reddens litmus; with 
vapor of ammonia, gives a white cloud (NH^Cl as a solid), somewhat more 
dense than the fumes caused by the other volatile acids ; and, like aqueous 
hydrochloric acid (842), precipitates chlorides from salts of the flrat-group 
metals, when brought in contact with their solutions — a drop adhering to 
a glass ix>d being held in the gas. 

839. Hydrochloric acid is formed from metallic chlorides by transposi- 
tion with sulphurio acid ; except that silver, lead, and tin chlorides are 
transposed with difficulty, and mercurous and mercuric chlorides not at all, 

by sulphuric acid : 

2Na01 + H,SO« = Na,SO« + 2Hai 

840. The normal Chlorides are all soluble in water, except those of the 
metals of the first group ; silver, AgCl ; mercurous, Hg,Cl, ; and lead, 
PbCl, — the last named being sparingly soluble. In analysis, the silver pre- 
cipitate is most used (843). If bromides are present, the chlorochromic test 
is most conclusive (845). 

A large number of the metallic chlorides are soluble in alcohol^ and 
several are soluble in ether. 
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841. The chlorides of metals are, generally, more volatile than other 
compounds of the same metals ; example, ferric chloride. 

842. Solutions of chlorides and hydrochloric acid are precipitated, by 
solutions of silver salts, as silver chloride^ AgCl, white (413) ; by solutions 
of merourous salts, as mercurous chloride^ Hg,Cl,, white (436) ; and by 
solutions of lead salts, when not very dilute, as lead chloride, FbCl,, white^ 
(390). Silver nitrate solution is the most complete and convenient pre- 
cipitant for chlorides. Exceptions: HgCl, does not precipitate lead salts. 
The chloriue in green Cr,Cl, is incompletely precipitated by AgNO, (Peli- 
got) ; whilst from a solution of oxychloride of molybdenum in H.SO^ it ia 
not precipitated at all (Blomstband). 

843. The properties of the precipitate Of silver chloride are given iu 
413 and in 409. It is of analytical interest that it is freely soluble in am- 
moniiun hydroxide (considerably more freely than the bromide, and far 
more freely than the iodide of silver); soluble in hot, concentrated solution 
of ammonium carbonate (which dissolves traces of bromide, and no iodide* 
of silver); insoluble in nitric acid, or but temporarily soluble in strong 
nitric (as in hydrochloric) acid, and precipitating again on dilution. It 
should be observed, that it is appreciably soluble in solutions of chlorides, 
and in ammonium nitrate ; hence, in reprecipitating traces of it, by nitric- 
acid, from the ammonia solution, if there is excess of ammonium hydroxide^ 
this should first be expelled : 

2Ag01 + 8NH«0H = (NH,).(Ag01), + 8H,0 
(NH,),(Ag01), + 8HNO, = 2Ag01 + 8NH4NO, 

844. Oxidizing agents (with heat) decomjyose hydrochloric acid. 
The actio! of manganese dioxide is formulated as follows : 

4H01 + MnO, = MnOli + 2H3O + Ol, 
Or: 2Na01 + 2HsS04 + MnO. = NaaSO^ + MnSOt + 2H,0 + Cla 
For more complete statement of the oxidation of HCl see 851. 
This reaction is applied in the manufacture of chlorine, which is dis- 
tilled from the mixture, and can be used in analysis for evidence of chlo- 
rides. 

A test for traces of free hydrochloric acid, in distinction from metallic 
tihlorides, is made by heating the solution with MnO„ without adding an 
acid, and distilling into a solution of potassium iodide and starch. Larger 
proportions of HCl are more frequently. separated by distilling it intact. 

846. The reaction with chromic anhydride is in use as a test for hydro- 
chloric acid, more especially in presence of bromides : 

a. 2HC1 + OrOt = OrOtOli (chlorochromic anhydride) + HsO 
h, 4NaCl + KsOtsOt + 8HaS0« = 

20rO,Cl, + 2Na,804 + E^SO* + SHaO 

To obtain a rapid production of the gas, so that it may be recognized by its color» 
the operation may be made as follows : Boil a mixture of solid potassium dichromat» 
and snlphtiric acid, in an evaporating-dish until bright red, and then add the substance 



250 Hydrochloric Acid, • 

to be tested, in powder — obtained, if necessary, by evaporation of the solution. If chlo- 
rides are present, the chromium dioxy-dichloride rises instantly as a bright browuish-red 
gas. The duiii\ction from bromint requires, however, that the material, which may be 
in solution, should be distilled, by means of a tubulated flask or small retort, the vapors 
being condensed in a receiver, and neutralized with an alkali (c and d). The chro- 
mate formed makes a yellow solution (bromine, a colorless solution). As conclusive evi- 
dence of chlorine, the chromate (acidified with acetic acid), with lead acetate, forms a 
yellow precipitate (bromide, a white precipitate, if any): 

• c. OxOtOU -h 2H.O = H,OrO« + 2H01 
d, OrOsOl, + 2(NH4)OH = (NH4),OrO« + 2H01 

846. The action of nitric acid with hydrochloric acid results from the 
mixture of the two acids^ well known as nitro-hydrochloric acid, or ^'aqaa 
regia," and used for its free chlorine. Both nitrogen oxjchloride and ni- 
trogen ozydichloride are formed ; their relative proportion varying with 
-different conditions : 

(Nool, + en 

8B01 + HNO. =r -^ y + 2H,0 

( or NOOl + 201 

The reaction occurs quite promptly in the concentrated acids without 
heat, but more rapidly with heat ; very slowly in moderately dilute acids, 
and only to a slight extent if the acids are very dilute. 



\ 



847. The three chlorides insoluble in water (840) are not transposed or dissolved by 
aoida, except that mercurous chloride is dissolved, by nitric acid and by chlorine, as mer- 
-curie salt. They are dissolved for analysis by decomposition with ^Ikall hydrcnddM. 
Affiil or FbCls is dissolved as sodium chloride, after fusion with sodium carbonate on 
•charcoal (a), or in a porcelain crucible (b) : 

a. 4AgCl + 2Na,OOs + O = 4Ag + 4Na01 + 800t 

b. PbCl, + Na,00. = PbO + 2Na01 + CO. 

848. Heated in a bead of microcosmic salt, previously saturated with copper oxide in 
the inner blow-pipe flame, chlorides impart a blue color to the outer flame, due to copper 
<!hloride. 

849. Estimation. — (1) It is precipitated by AgNO,, washed, and, after 
ignition, weighed as AgCL (2) By a standard solution of AgNO,. A lit- 
tle Na,HPO^, or, better, K,Cr,0,, is added to tlie chloride to show the end 
of the reaction. When enough AgNO, has been added to combine with the 
•chlorine the next addition gives a yellow precipitate with the phosphate, or 
a red with the chromate. 

850. Chlorides may be made, a, by direct union of the elements, mostly 
without heat. Whether an ous or ic salt is formed depends upon the 
^amount of chlorine used. h. By the action of hydrochloric acid upon the 
corresponding oxides, hydroxides, carbonates, or sulphites. The solutions 
formed may be evaporated to expel excess of acid. If the chlorides thus 
formed contain water of crystallization it cannot be removed by heat alone, 
for part of the acid is by this means driven off, and a basic salt remains. If 
the anhydrous chloride is desired, it may always be made by a, and when 
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thus formed may be sublimed without decomposition, c. Chlorides of the 
first group are best made by precipitation. Exception : Mercuric chloride 
does not precipitate lead salts, d, Metals soluble in hydrochloric acid 
eTolye hydrogen and form chlorides. In these cases ous, and not ic, salts 
are formed. 

e, Many chlorides may be formed by bringing HgCl, in contact with 
the hot metal. 

851. Oxidation. — For some properties of hydrochloric acid consult 
834 L For action on HNO, see 846. 

HCIO a. Forms chlorine and water. HCIO + HCi = CI, + H,0., 
HdO, h. Gives either free chlorine or a varying amount of the several ox- 
ides of chlorine [Storer^s Quantitative Analysis^ ]^19]. 
c. Forms free bromine and chlorine. 
>, d. In dilute solution, no action. If concentrated, yellow chloride of 
iodine, 101,, is formed, not taken up by carbon disulphide. 
On boiling, some free iodine is separated, which colors the 
carbon disulphide. 
B. In all cases where metals are dissolved in hydrochloric acid, hy- 
drogen is evolved. In such cases it is an oxidizing agent, the 
chlorine of the acid not changing its bonds, but the hydrogen 
is changed from combined, in which it is plus, to free hydro- 
gen, where it has no bonds, thereby losing one bond. Or, as 
explained in 614, (HJ° = (H ^'H-^. 
For its action on oxides see 834 i. 
Pb,0^ and PbO, /. Form plumbic chloride and chlorine.  
Jfci" *^ g. Becomes Mn" and (01,) ° is formed. That is, all compounds of 

manganese having more than two bonds are reduced to the 
dyad, with evolution of chlorine. In case of dilute K,Mn,0, 
this change is preceded by formation of manganese peroxide 
[5. Z7. Pickering^ Jour, Chem. Society, 35, 654]. 
Co'" and Ni'*' h. Are changed to cobaltous and nickelous chlorides, with 

evolution of ehlorine. 
Pe^ i. With the exception of ferrates, as K,PeO^, which forms ferric chlo- 
ride, the compounds of iron are not reduced. 
Or^. Forms chromic chloride, and chlorine is evolved. 

HYFOOHLOHOUS ACID. HCIO. 

862. Oxidation valence H'Cl'O-" 

Structural valence H-O-Cl 

Vapor density of the anhydride, C1,0, 43.5. 

HypochloroQs anhydride, OUO, can be obtained at -20** C. (-4** F.), by the reaction, 
HgO + 2OI9 = OlsO + HgOlfl, as an orange-colored, explosive liquid, gaaooiu at ordi- 
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oar J temperatures, and deoompMing, spontaneonslj and sometimes Tiolentlj, into chl<v 
rine and oxygen. It dissolves in water, forming hypocblorous acid« HOIO. 

Hypochlorous acid, in aqueous solution, is a yellow liquid ; when strong, decompose 
ing rapidly at 0"* C. (82'' F.); when dilute, decomposing gradually by boiling (a); decom- 
posed by hydrochloric acid (&), and by metals (c) — its decompositions furnishing chlorin& 
or oxygen, or both chlorine and oxygen. 

a, 4H010 = 2H«0 + 201« + Oi 

h. HOIO + HOI =r H,0 + Ol, 

6. 2H010 + 2Zn = Z&O + ZnOla + HsO 
4H010 + 4Ag = 4Ag01 + 2H,0 + O, 

863. The Hypochlorites ate formed by treating bases with chlorine (short of satura- 
tion), as shown in 6, 888. The calcium hypochlorite and chloride, mixe<l or combined 
together as formed by action of chlorine upon calcium hydroxide, is in very extensive use 
—as chlorinated lime, or '* chloride of lime " [OaOl, + Oa(010)„ or 20a(6ci)01]. The 
sodium hypochlorite-and- chloride — mixed as formed by chlorine in solution of sodium 
hydrate or sodium carbonate, or by double decomposition between solution of the calcium 
hypochlorite-and-chloride and solution of sodium carbonate — ^is pharmacopoeial, under 
the name of solution of chlorinated soda (NaOLNaOlO). The chemical structure of 
these important chlorinated compounds has been difficult to ascertain. 

864. Hypoclilorites are very instable^ whether solid or in solntion, de- 
composing by the weakest acids, by the carbonic acid of the air (a), and by 
heat (i), also to some extent at ordinary temperatures. In this manner, 
they act as powerful oxidizing agents. The deportment of hypochlorites is 
represented by the action of chlorine in alkali solutions (833 b)', a con- 
venient agent of especial force, as for the decomposition of ammonia (45 1). 

a. A. 20a(010)t + 200s = 20a00i + 201s + 0% 
B. 0a01t.0ii(010)t + 200« = 20a00i 4- 201, 
c. . 0a(010)s.0a01i + 2H,804 = 20a804 + 2HsO + 20ii 
D. 4Na010 + 4H01 = 4Na01 + 2H«0 + 201« + O, 
6. In boiling solutions: 30a(010)« = Oa(010a)s + 20a01s 
At a higher temperature: Oa(010t)s = OaOli + SO* 
All hypochlorites are soluble in water; those of the first-group metals 
being especially instable. Their solutions bleach litmus and indigo. 

Silver nitrate, added to the solutions of hypochlorites with clilorides, 
precipitates the chloride, AgCl, at first leaving hypochlorites in solution ; 
while the soluble silver hypochlorite quite rapidly decomposes with the pre- 
cipitation of chloride and formation of chlorate of silver (a), the latter 
slowly changing to chloride. 

a. SAgOlO = 2Ag01 + AgOlOt (corresponding to b, 854) 
Oxidation. — The oxidizing power of this acid is, in general, the same 
as that of free chlorine. 
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CHLOBOnS ACID. HCIO,. 

865. Oxidation yalence H'C1'"0-", 

Structural valence H-0-Cl=0 

Vapor density of the anhydride, C1,0„ experimental (H = l), 68.4. 
The anhydride is prepared, according to Millon, by mixing 15 parts 
,0„ 20 parts KCIO,, 60 parts HNO,, sp. gr. 1.33, and 20 parts water ; 
the temperature is cautiously kept at 25° to 45° C. ; the C1,0, gently dis- 
tills oyer, and is received in a flask partly filled with water. It should be 
observed that the amount of As,0, taken is limited ; a larger amount would 
reduce the HCIO, to HCL Dilute H,SO^ may be used instead of HNO„ 
and instead of A8,0, De Vry uses tartaric acid, Schiel uses cane sugar, and 
Garius uses benzene ; in which cases CO, is also formed. The greenish- 
yellow anhydride passed into water forms the reddish-brown acid, and by 
treating this with hydroxides a few salts have been prepared — e.g.y KCIO,, 
l^aClO,, AgClO,, Pb(C10,)„ Ba(C10,)„ Sr(CIO,),. The anhydride ex- 
plodes at 57° C, forming oxygen and chlorine. Most chlorites are soluble; 
silver chlorite sparingly. The acid decolors K,Mn,Og, and bleaches indigo 
solution. If a slightly acidulated dilute solution of a ferrous salt is mixed 
with a dilute solution of chlorous acid, the liquid transiently acquires an 
amethyst tint, and does not assume the yellowish color of ferric salts until 
the lapse of a few seconds (Lekssek). 

CHLORINE FEHOXIDE. CIO,. 

856. Oxidation valence Cl^O"", 

Structural valence .... not satisfactorily determined. 

Vapor density at 30° C. (H = 1) is 33.65. Made by the action of H,SO, 
{a) or H,C,0^ (h) upon KCIO,. It is a dark yellow gas, which condenses 
by cold to an orange-colored solid, which melts at -76° 0. (Fabaday), and 
under 730.9 m.m. pressure boils at 9.9° C. (Schacherl, 1881). It decom- 
poses explosively by heat, light, or by contact with reducing agents, such 
as F, S, sugar, ether, and turpentine. Passed into KOH forms KdO, and 
KCIO, (c) (Millon). 

a. SKOlOa + 2H9SO4 = 2KH8O4 + KOIO4 + HsO + 2010s 
h. 2KC10s + 3HsO|0« = KsOtO« + 2H|0 + 2010. + 200a 
c. 2010s + 2EOH = KOIO9 + EOlOs + HsO 

CHLOBIC ACID. HCIO,. 

Oxidation valence H'Cl^ 0-", 

O 

Structural valence H-0-CI=0 

867. Preparation.— From KCIO,, by adding H,SiP, (a). Or from 
Ba(C10,)„ by adding exactly the required quantity of H,SO^ (}). The 
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chlorates of the alkalies and alkaline earths are made by action of excess of 
chlorine upon a hot solution of the hydroxides {c). Other chlorates are 
formed by action of Ba(C10,), upon the respective sulphates (d), or of 
AgClO, upon the respective chlorides (e). And all may be formed by 
action of the free acid upon the corresponding hydroxides or carbonatei. 
The mercurous and ferrous salts are very instablci and those of antimony, 
tin^ bismuth^ and manganese are not with certainty known. The anhy- 
dride, C1,0., has not been isolated. 

a. 2K010t + Ht8iF« = KtSIFt -h 2H010t 
h, Ba(010a)t + Ha80« = BaSOt + 2H010t 
e. OKOH + 301, = K010» + 5K01 + 3H.O 
d. OdBO« + Ba(010s), = Ba80« + OdfOlOa), 
6. 2AgO10s + ZnOls = 2Ag01 + Zii(010s)t 

868. Properties. — The aqueous solution may be concentrated in a va- 
cuum until its sp. gr. is 1.282 and contains 40.1 per cent, of HCIO,. It is a 
colorless, syrupy liquid, having a slight odor, resembling nitric acid. It 
first reddens litmns, and then bleaches it. Chloric acid is somewhat in- 
stable at ordinary temperatures ; when heated, it rapidly decomposes with 
formation of yellow products, including perchloric acid (HCIO^), chlorine 
and water. It oxidizes organic and other combustible substances with 
violent rapidity. 

All chlorates are resolved by heat into chlorides and oxygen (2KCI0, = 
2KC1 + 30J. In presence of various metallic oxides, etc., the oxygen is 
separated more easily, the metallic oxides remaining unchanged. With 
manganese dioxide, the oxygen of potassium chlorate is obtained at abont 
200° C; ferric oxide, at 120° C; platinum, black, at 270°. Copper oxide 
and lead dioxide may be used. When trilurated or heated with combusti- 
ble Bubstanoes, charcoal, organic substances, sulphur, sulp1)ites, cyanides, 
thiosulphates, hypophosphites, reduced iron, etc., etc. — chlorates violently 
explode^ owing to their sUdden decomposition, and the simultaneous oxida- 
tion of the combustible material. This explosion is more violent than 
with coiTCsponding mixtures of nitrates (as in gunpowder, 730). 

859. All the chlorates are soluble in water ; those of the first-gronp 
bases being somewhat instable in solution. Like nitric and acetic acids, 
chloric acid is not precipitated. Except the mercurous, the least soluble of 
the metallic chlorates is that of potassium, which requires 12 to 16 parts of 
cold water for its solution. Potassium chlorate is only slightly soluble in 
alcohol. Chlorates are usually identified by the gaseous products of decom- 
position (860). 

860. SiQphuric aoid. causes dissociation of chlorates — if in the solid 
state, with detonatioti, and, unless in small quantities, with violent explo- 
sion ; and with formation of greenish-yelloto gas, chlorine peroxide. Per- 
chlorate is likewise formed. The gas has the odor, oxidizing and bleaching 
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power of clilorine, and it imparts its color to solutions in which it is formed. 
The products vary with conditions, but are chiefly formed as follows : 

SKOlOs + 2Hs80« = 2KHSO4 + KOIO4 + 2010, + ^,0 

4010, = or ',0, + OlVjO. 

If a dilute solution of a chlorate is colored light blue with the solution of indigo in 
solphuric acid, and the solution kept cold, no bleaching occurs, even with the further 
addition of dilute sulphuric acid. But, on addition of solution of sodium sulphite, the 
color soon disappears, by formation of chlorine or its oxides. 

861. Hydroohlorio aoid decomposes chlorates, rapidly when heated, with the forma- 
tion of free chlorine and chlorine peroxide — the mixture called euehlorine. The gas 
and solution have the color, odor, and bleaching effect of chlorine, intensified. This is a 
ready and effective means of generating chlorine for analytical purposes. The propor- 
tion of free chlorine to oxidized chlorine is variable, the subjoined equations showing the 
character of the results. According to Bunsen, sometimes only free chlorine is pro- 
duced; at others, only OlsO; at others, both gases are evolved, and occasionally OlfO^ 
is formed. 

2K010. + 4H01 = 01,0 + 01,0« + 2H,0 + 2KC1 
2K010. + 4H01 = 2KOI + 2010. + Ol, + 2H,0 
8K010» + lOHOl = 8K01 4- 2010, + 401. + 6HtO 
4E010. + 16H01 = 4K01 + 2010, + 701>. + 8HsO 
XOlOs 4- 6H01 = KOI + soil + 8H,0 
2K010s + 6H01 = 2K01 + 801,0 H- 3H,0 
2K010. + 8H01 = 2K01 + 201,0 + 201. + 4BtO 

If a solution of a chlorate be acidified with dilute sulphuric acid, and 
zino added^ the liberated chloric acid is reduced to hydrochloric acid by the 
nascent hydrogen. If a dilute solution of an alkaline chlorate is boiled 
with a oopper-zino couple,* it is completely reduced to chloride with 
separation of oxide of zinc (Thobpe and Eccles). 

Chloric acid behaves like nitric acid with bruoine (Luce), diphenyla- 
xnine, paratoluidine, and phenol, dissolved in concentrated sulphurio 
aoid, or at all events the reactions are so similar that the two acids cannot 
be distinguished with certainty by these reagents. Chloric may, however, 
be distinguished from nitric acid by its action on phenol in hydrochloric 
acid solution (compare 728), inasmuch as the chloric acid produces an 
orange-red turbidity. 

862. Estimation. — (1) Beduce the chlorate to a chloride by dilute 
H,SO^ and Zn, or if it is an alkaline chlorate, by fusion. It may then be 
estimated as a chloride. (2) Add HCl and El, and determine the liberated 
iodine by standard solution of Na,S,0,. Which of the products of decom- 
position given above may actually be formed, whether all or only certain of 
them, cannot be foreseen. But no matter which of them may be formed, they 
all of them agree in this, that, in contact with solution of potassium iodide, 
they liberate 6 atoms of iodine for every molecule of HCIO,. 

* OlAdstone and Tribe^s copper-zinc conple lis prepared by treating thin zinc foil with a 1 per cent, soln- 
tion of copper eulpbate antil the zinc is covered with a black deposit of reduced copper. When washed and 
dried it is ready for ose. 
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863. OxidatioxL — Alkali chlorates when ftuMd with an alkali, or an 
alkali carbonate, and a free metal or a lower oxide, or salt of the metal, 
generally oxidizes it to a higher oxide, or to a salt having an JDcreased num- 
ber of bonds ; and the chlorate is reduced to a chloride — e.g.y Mn^ - * be- 
comes Mn^<. That is, any compound of manganese haying less than six 
bonds is oxidized to the hexad (a). In equations {Jb) and {c) the sulphur is 
also oxidized. Or'" becomes Cr^* (d). Sb^-» becomes Sb^ {e). Ab^-» 
becomes As^ (/). Pb'^ -« becomes PV^ {g). Pe'"-** becomes Pe'" {h). 
Co'" - » becomes Co'" (i). Also C»^ - » becomes :s^ (J), P^ - » becomes 
P^ (k), F-» becomes F (/). S^'-* becomes S^ (m). 

a. 8BCns04 + 18XOB + 6K010s = 9K.AEaO« + 5R01 + 9H,0 

b. BCnS + 2X.OOt + 3K010s = K,BSnO« + Ki80« -f 2KCI + 2COi 
e. BSnS»0« + OKOH + KOlOi = KsAEa04 + 2Ks804 + KOI + SHaO 
d. Or,01« + lONaOH + NaOlO. = aNa,OrO« + TNaOl + 5B,0 

«. eSbOlt + 18KOH + 2K010a = 88b,0» + 2QK01 -f 9HsO 
/. 8As« + BOKOH + lOKOlO. = 12K,AiO« + lOKOI + 18H,0 
g. 8Pb,0« + Na,00« + 2NaOIO« = 9PbO, -f SNaOl + Na«OOs 
h. ePeSO. + 12KOH -f 8E010« = dFe,Os + 6S«804 + 8KOI + 6H.O 
i. eOoCn, + 12KOH + KOlOt = 80o,Oi + 18K01 + eH,0 
j. 3BffnO«H«0« + 8K,OOs + 7K010, = 8K,BCnO« + TKOi + 1500, + eB.O 
k. 8Pb(H,PO,), + 18KOH + SSOIOi = 8PbO. 4- eK,PO« + SKOi + lOHgO 
l. Z11I9 + K.CX>. + 2K010s = ZnO + 2KIOa + 2KOI + CX). 
m. 8K,8»0« + 12K.OO. + lOKOIO, =: 16K,80« + lOKOl 4- 1200, 

Free chloric acid is a strong oxidizing agent, and if an excess of the 
reducing agent is used, it is converted into Hd, or a chloride, but if heat 
be employed the chloric acid splits up and some free chlorine, or its oxides, 
may be formed. For its action on acids already given, see H,C,0^, 659 ; 
H,PO., 756 ; HCNS, 70;^ ; H,Pe(CW)., 691 ; H.Pe,(C3N),„ 694 ; H,S, 785 ; 
H,80., 813 ; HCl, 861. 

HBr a. Forms bromine. 

I b. Forms HIO,. 

HI c. Forms first V then F (free iodine and iodic acid). 

Hg' d. Forms Hg". 

Sn" e. Forms Sn^^. 

Sb'" /. Forms 8M. 

As'" g. Forms As^ • 

Pe" h. Forms Pe'". 

Cu' i. Forms Cu". 
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FEBCHLOBIC ACID. HCIO,. 

Oxidation valence H'C1^«0-"^ 

O 
I 

Structural valence H-0-Cl=0 

I 
O 

864. Potassium perchlorate is first formed by heating KCIO, to about 
350° C. {a)y and, after separating the chloride by washing, it is treated with 
concentrated H,SO^ and distilled, the HCIO^ passing into the receiver (i). 
Or it may be made by evaporating a solution of chloric acid (c). 

a. 2K010s = EC10« + EOl + Oi 
h. 2K010« + HsSOi = Ks804 + 2HOIO4 
e. 8H010« = 4H010« + 2BaO + 201, + 80, 

The pure perchloric acid is a colorless, very heavy liquid (sp. gr. 1.782), 
which soon becomes yellow from decomposition. It cannot be kept for any 
length of time. When heated, it undergoes decomposition, often with ex- 
plosion. In its oxidizing properties it is more powerful than chloric acid. 
It burns the skin in a very serious manner, and sets fire to paper, charcoal, 
etc., with explosive violence. This want of stability, however, belongs only 
to the pure acid. If water be added to it heat is evolved, and a dilute acid 
of a far greater permanence is obtained. Diluted perchloric acid does not 
even bleach, but reddens litmus in the ordinary way. 

Hydrochloric acid, nitric acid, and sulphurous acid do not decompose 
aqueous sohitions of perchloric acid or perchlorates ; solution of indigo, 
therefore, previously added to it, is not decolorized (difference from all other 
acids of chlorine). The alkaline perchlorates are not reduced by the cop- 
per-zinc couple (distinction from chloric acid, 861). 

All the metallic perchlorates are soluble in water ; potasaium perchlo- 
rate requiring 58 parts (rubidium perchlorate, 92 parts) of water at 21° C, 
the other metals forming salts more freely soluble. The potassium salt is 
insoluble in alcohol. In ignition^ perchlorates act very much like chlorates, 
but more explosively. 



BROMINE. Br = 79.768. 

Oxidation valence of free bromine (Br,)° 

Structural valence of free bromine Br-Br 

866. The vapor density at 100° C. (H = l) is 80, showing that the 
molecule is Br„ but at 1570° C. (Meyeb and Zublin, Berichte, 13, 405) 
it is 53.33, which would make the molecule about ?^Br„ the molecules 
undergoing partial dissociation into atoms. Solidifies at -7.2® C. 
<Philipp, 1879). Boiling point, 59.27° C. (Thorpe, 1880). 
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Ooourrenoe. — It is never found free, bat usaally as a bromide of E, Na, 
or Mg. Found in sea-water, sea-weeds, and salt springs. 

Preparation. — (1) The mother-liquor from the salt wells is condensed 
by evaporation, and the greater portion of the NaCl, Na,SO^, MgSO, is 
separated by crystallisation. By the old method the NaBr is then treated 
with chlorine (a), an excess of chlorine being avoided, which would form 
bromine chloride. The solution is then shaken up with ether, which ab- 
sorbs the bromine. Then the ether solution is shaken with solution of 
!KOH, which forms KBr and KBrO, {b). The ether is separated and is used 
again for the same purpose. The mixed KBr and EBrO, is then ignited 
(6'). It is then distilled with MnO, and H,SO^ {d). If any iodine is pres- 
ent it is removed by precipitation as cuprous iodide, and the last traces of 
chlorine are removed by adding KBr and redistilling (compare a). If the 
anhydrous bromide is required it is distilled from fused CaCl,. (2) A later 
method is to add the necessary MaO, and H,SO^ directly to the mother- 
liquor and distill oS the bromine. The use of ether is omitted, KOH or 
NaOH is added to the distillate, which is then treated as in (1). 

a. dNaBr + 01, = dNaOl + Brt 

h, 6KOH + 3Bri = KBrOs + 5KBr + SHtO 

e. 2KBrOs (ignition) = 2EBr -i- 80t 

d, 2KBr + 2Bt80« + BCnOt s Kt804 + Mb804 + 2HiO + Br« 

866. BROMINE, at ordinary temperatures, is a brown-red, intensely 
caustic liquid, freely evolving brown-red, corrosive vapors of a suffocating, 
chlorine-like odor, and boiling at 47° C. (117° F.) It is soluble in 33 parts 
of water, with an orange-yellow color ; and freely soluble in alcohol, ether, 
chloroform, and in carbon disulphide — with the same or a deeper color. 
Carbon disulphide, and chloroform, after agitation with its dilute water 
solutions, remove the bromine as a subsiding liquid in a yellow to red-brown 
layer ; ether, less perfectly, in a supernatant layer of the same color. It 
dissolves colorless in alkali hydroxides, with combination, forming bro- 
mides and bromates. The change coriesponds exactly to that of chlorine, 
as shown in equation i, 833, and 865 h. It dissolves, without combination or 
loss of color, in solutions of hydrobromic acid, and of bromides. Its water 
solution is permanent, but sunlight decomposes it thus : 

2Br, 4- 2H,0 = 4HBr + O, 

In vapor or solution, bromine bleaches litmus and indigo; colors starch- 
paste yellow ; precipitates silver salts, yellow-white, bromide and bromate 
(as by equation c^ 833); and lead salts, white. Bromine decomposes hydro- 
sulphuric acid with separation of sulphur, and subsequent production of 
sulphuric acid ; changes ferrous to ferric salts, and (in presence of water) 
acts as a strong oxidizing agent. It displaces iodine from iodides, and is 
displaced from bromides by chlorine ; its cliaracter being intermediate 
between that of chlorine and that of iodine. 
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The Acids of Bromine ate : 

Hydrobromic acid, HBxr'. 
Hypobromous acid, HBr'O. 
Bromic acid, HBr^ O,. 

867. Estimation. — (1) The bromine is made to act upon EI, and the 
iodine which is liberated is estimated by standard solution of Na.SjO,. (2) 
It is estimated by the amount of As^O, which it oxidizes in alkaline solu- 
tion. (3) It is converted into KBr by H,S or H,80„ and then precipi- 
tated by AgNO,, and weighed as AgBr. 

868. Oxidation. — Bromine as an oxidizing ag^nt is intermediate in 
strength between chlorine and iodine. In presence of acids it never acts as 
a reducing agent. In oxidizing it becomes Br""'; that is, hydrobromic acid 
or a bromide. For its action upon H,C,0^, see 659 ; H,PO„ 756 ; H,S, 
785 ; H,SO„ 813 ; 01, 834 ; HOWS, 702 ; H,Pe(0»r)„ 691. 

gTi — n ^, Becomes 8" in alkaline and acid mixture. 

HI h. Forms 1° and HBr. In presence of alkali hydroxides, forms a 

bromide and iodate 

Fb" and Pb.O^ c. In alkali mixture become FbO,. 

Hg" -^ d. Forms Hg" in alkaline and acid mixture. That is, both metal* 

lie mercury and mercurous compounds are oxidized to mer- 
curic compounds. 

As^ - » c. Forms As^ in alkaline and acid mixture. That is, free arsenic 

[A8° or (AsJ^] and the triad arsenic are changed to the 
pentad. 

Bb^ - »» /. Forms Sb^ in alkaline and acid mixture. 

Sn^ "^ g. Becomes Sn^ in alkaline and acid mixture. 

Mn^ - » A. Becomes Mn^ with alkalies, not with strong acids. 

Or'" i. Becomes Or^» '' " " 

Ni" y. Becomes Ni"' " " " 

Oo" and 0o,O^ k. Becomes Oo'" with alkalies, not with strong acids. 

Pe'" - " Z. In acid mixture becomes Fe'". 

Pe^ - » w. In alkaline mixture becomes Pe^ (a ferrate). 



HYDBOBBOIOO AOID. HBr. 

Oxidation valence. . . / H'Br"' 

Structural valence H-Br 

869. Vapor density (H==l), 39.1. Condenses to a liquid at -69° C, 
and solidifies at -73° C. (Faraday). 

Preparation. — Bromine does not combine with hydrogen, even in the 
sunlight ; but if the mixed gases are passed over hot platinum sponge, com- 
bination results. It is prepared : (1) By action of Br on P and subsequent 
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distillation. Either variety of P will answer, but the amorphous is safer. 
(2) By adding H,FO^ to KBr and distilling, precautions being taken to 
prevent bumping. (3) By distilling two parts of CaBr,, two parts H,80^, 
and one part H,0 (Beutrand, 1876). (4) By action of Br on H,PO, or on 
Ca(H,PO,), and distilling. (5) By action of Br on Na,SO,. (6) By heat- 
ing Br with paraffine, HBr distills over and the residue is chiefly carbon. 
(7) By adding to BaBr, exactly enough H,80^ and decanting. (8) If made 
by action of H,80^ on KBr it generally contains free bromine. (9) By add- 
ing H,8 to the bromides of the first and second group metals. (10) By 
adding Br to an excess of H,8 solution, and removing H,80^, if any be pro- 
duced, by adding Ba(OH), or BaCO, and distilling. 

1. P4 + lOBr, + 16H.O = 4H.PO« + 20HBr 

4. Oa(H,PO,), + 4Br« -«- 4H,0 = OaB4(PO«), + 8HBr 

5. Na«80a + Br. + BtO = Na,SO« + 2HBr 

870. Propertios. — ^HBr is a colorless gas, fuming in moist air and hav- 
ing a very irritating odor. Its aqueous solution is colorless and not decom- 
posed by exposure to the air. Water saturated at 0^ G. contains 82.02 per 
cent, of HBr, and its sp. gr. is 1.78, very nearly HBr.H^O (Binkau). If a 
saturated solution is boiled, chiefly HBr is given off, and if a dilute solu- 
tion is boiled, chiefly H,0 is given ofl!, until in both cases the remaining 
liquid contains 47.38 to 47.86 per cent, of HBr, its sp. gr. 1.485, its boiling 
point constant at 128° C, and its composition almost exactly HBr.5H,0, 
which distills over unchanged. Its vapor density of 14.1 agrees with the 
calculated vapor delisity of HBr.5H,0. 

871. The Bolubilitiei of the bromides lie intermediate between those of 
the chlorides and those of the iodides, not differing much from the former. 
In general terms, all hromide$ are soluble in water, except those of the first- 
group bases. Further, mercuric bromide is only sparingly soluble in water. 
Lead bromide is less soluble than lead chloride. Bismuth bromide is de- 
composed by water, to a greater extent than bismuth chloride (364), and 
antimonious bromide is decomposed by water. Cuprous bromide is formed 
as a precipitate by reduction from the soluble cupric bromide. 

The double bromides of lead and potassium or sodium, and of silver and 
potassium or sodium, are soluble in a little water containing alkali bro- 
mides as concentrated solutions, but are decomposed by much water ; the 
potassio and the sodio mercurous and mercuric bromides are soluble in 
water. 

In alcohol^ the alkali bromides are sparingly or slightly soluble ; calcium 
bromide, soluble ; mercuric bromide, soluble ; mercurous bromide, insolu- 
ble. 

Silver bromide is sparingly soluble in ammonium hydroxide ; nearly in- 
soluble in ammonium carbonate solution. 

In analysis, bromides are usually identified by the color of a carbon- 
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disulphide solution of free bromine, iodine, if present, being first removed 
(873). 

872. Silver nitrate solution precipitates, from solutions of bromides, 
silver bromidey AgBr, yellowish-white in the light, slowly becoming gray to 
black. The precipitate is insoluble in, and not decomposed by, nitric acid, 
sparingly soluble in concentrated aqueous ammonia, nearly insoluble in 
concentrated solution of ammonium carbonate, slightly soluble in excess of 
alkali bromides, soluble in solutions of alkali cyanides and thiosulphates. 
It is decomposed by chlorine. 

Solution of mercurous nitrate precipitates mercurous bromidey Hg,Br„ 
yellowish- white, soluble in excess of alkali bromides. 

Solutions of lead salts precipitate, from solutions not very dilute, lead 
bromide, PbBr,, white (391 and 871). 

873, Sulphuric acid decomposes all bromides, except those of silver 
and mercury: when dilute, mostly with production of hydrobromic acid; 
when concentrated, chiefly with formation of bromine. The vapor from 
the hot mixture reddens or bleaches litmus ; has the yellowish-brown color 
and suffocating odor of bromine, and when cooled colors starch-paste 
yellow. 

Chlorine- VCTater separates the bromine much more quickly and com- 
pletely, giving better results in dilute solutions, but in excess it decolors 
the bromized starch. 

The more delicate test is made by adding carbon disulphide,* then 
dilute chlorine-water, drop by drop, in the cold solution; then agitating, 
and allowing the heavier liquid to subside (866). The presence of bromine 
is indicated hy & yellow color, or if there is much bromine a yellowish-brown 
to brownish-red color. Iodine colors violet. If free iodine is present, bro- 
mine cannot be identified, by its vapor, its color with starch, or its color in 
solution with carbon disulphide. All the iodine of iodides will be liberated 
before any of the bromine can be : therefore, before these tests can be made 
for bromine, the iodine must either be oxidized to iodic acid, or wholly ex- 
pelled. 

Dilute hydrochlorio acid will not color dilute solutions of bromides, or, 
in absence of oxidizing agents^ yield color to disulphide of carbon. 

Bromides of potassium, sodium, and of most other metals, are not decomposed by 
ignition. Silver bromide melts undecomposed ; but is slowly reduced, and blackened, 
in the air and by light. 

. Tested in the cupric bead, according to 848, bromides give a greenish-blue color to 
the outer flame — not very marked. 

 Ckirbon disulphide is a better color solvent, for bromine or iodine, than chloroform, and far better 
than ether. It mnst be free from enlphnroas or snlphnric acids. Saturated chlorine-watf r is liable to act 
on carbon di9nlphide, giving it a yellow color, simnlating bromine. On adding alcohol to this yellow liqui<l 
sulphur precipitates. Hence the direction to use dilate chlorine-water, and avoid excess. 
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874« Metallic bromides are formed : (1) By direct union of the elements, 
but in a few cases heat is required to effect the combination. (2) By 
action of HBr upon the meuiliic oxides, hydroxides, and carbonates. 
(3) Many bromides are formed by action of HBr on the free metal, ous 
salts and not xc being formed. (4) Bromides of the first group are best 
made by precipitation. (5) Bromides of K, Na, Ba, Si, and Ca are made 
by the actiou of bromine on their hydroxides and subsequent fusion. 

OKOH + 3Br, = SBrOs + 5KBr + 3H,0 
2KBzOi (ignited) = 2XBr + 30« 

876. Estunation. — Gra?! metrically, it is precipitated by AgNO,, and, 
after ignition, weighed as AgBr. (2) Volumetrically (in same manner as 
HCl) by standard solution of AgNO,, using K,Cr,0, to show when the re- 
action is complete. (3) It may be oxidized to free bromine and estimated 
as in 8G7. 

876. Oxidation. — a. The bromine of HBr can nerer act as an oxidizing 
agent, for the reason that it is already reduced to its very lowest state of 
oxidation. When zinc is oxidized by HBr the change in bonds may be ex- 
pressed thus : Zn° + 2H'Br-' = Zn'Br-*, + (H,)®. That is, the zinc gains 
the two bonds lost by the two atoms of hydrogen, and the bonds of the bro- 
mine remain unchanged. When ELBr acts as a reducing agent free bro- 
mine is formed, except that in alkaline mixture a bromate is produced. 

H,SO^ b. Dilute, no action ; concentrated becomes SO,. 

d c. In acid mixture forms HCl and Br°, but in alkaline mixture 

forms a chloride and bromate. 

HdO e. Same as free chlorine. 

HCIO, /. Forms chiefly HCL 

HBrO, g. Both acids are changed to free bromine. 

BHO, A. Forms I** and Br** (free iodine and free bromine). 
Pb" * » L Becomes Pb". 

Sb^ y. Becomes 8b'". 

Bi^ *. Becomes Bi'". 
Mn" * » I Becomes Mn". 

Co'" w. Becomes Co". 

Ki"' w. Becomes Ni". 

Cr^ 0. Becomes Cr"'. 

Fe^ p. Becomes Fe"'. 

HYPOBBOMOXJS ACID. HBrO. 

Oxidation valence H'Br'O"" 

Structural valence H-O-Br 

877. The anhydride, Br,0, has not been isolated. A solution of the 
acid is obtained by action of Br on HgO, in presence of H,0. 

HgO + 2Bri + H|0 = HgBr, + 2HBrO 
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On warming, the HBrO is decomposed at 60^ 0. But it may be distilled 
unchanged in a vacuum at 40° C. HBrO is also formed by action of Br 
on Ag,0 or on AgNO,. The hypobromites of K, Na, Ba, Ca, 8r may be 
formed by adding Br to an excess of the cold hydroxides. Aqueous HBrO 
is a yellow liquid, very instable, and a strong oxidizing and bleaching 
agent. The hypobromites are more instable than the corresponding hypo- 
chlorites. 



BBOMIC ACID. HBrO.. 

Oxidation valence H'Br^O"^', 

O 

Structural valence 



878. The anhydride, Br,0,, has not been isolated, and the acid, HBrO., 
is known only in solution. The bromates of K, Na, Ba, Sr, and Ca are 
made by action of Br on the hot hydroxides (a); also by treating Br with 
CI in presence of the hydroxides (J), and separating it from the bromide 
either by alcohol or recrystallizing. The remaining bromates may be made 
by adding bromic acid to the hydroxides or carbonates. Those of the first 
group and a few others are best made by precipitation. Free bromic acid 
may be made by action of Br on AgBrO. (c), or by adding exactly enough 
H,SO, to Ba(BrO.),. 

879. Properties. — It may be concentrated in a vacuum until it contains 
50.59 per cent. HBrO.. Under ordinary atmospheric pressure decomposi- 
tion begins when the liquid contains 4.27 per cent. HBrO. ; Br, O, and H.O 
being formed {d). 

The bromates are all decomposed by heat, some foi*ming a bromide and 
O — e,g.y the bromates of the alkalies, Hg, and Ag (e). Some forming an 
oxide and Br — e.g.y bromates of Mg, Al, and Zn (/). Others a mixed 
oxide and bromide — e.g., bromates of Fb, Cu, etc. When fused with re- 
ducing agents bromates explode like chlorates. 

a, 6KOH + 3Bra = KBrOs + 5KBr + 8HsO 

h, Br^ + 12EOH + 50U = 2KBrOt + lOKCl + 6H,0 

e. 5AgBrOs + SBr^ + SHsG = SAgBr + 6HBrOa 

d. 4HBr03 = SH.O + 2Bra + 50s 

6. 2KBrOs = 2KBr + 80, 

/. 2Zn(BrO,), (at 200'* C.) = 2Z&0 + 2Br, + 60, 

880. All the bromates are soluble in water ; those of the first-group bases but spar- 
ingly soluble. Silver nitrate precipitates, in solutions not very dilute, silver bromate, 
AgBrOt, white, very sparingly soluble in water, soluble in ammonium hydroxide, not eas- 
ily soluble by nitric acid, its color and solubility in ammonium hydroxide differing a little 
from the bromide (872). It is decomposed by hydrochloric acid with evolution of bro- 
mine — a distinction from bromides and from other argentic precipitates. 
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881. Sulphuric, hydrochloric, and nitric acids liberate bromic acid from metallie 
bromates. With very dilute ■olphurio acid, in cold dilute solution of pure brom&te, 
very little bromine is set free — the HBrOs mostly remaining for some time intact, and 
the solution colorless, so that carbon disulphide will not extract much color. The gra- 
dual decomposition of the HBrOt is first a resolution into HBr and O, and as fast as 
HBr is formed it acts with HBrOt, so as to liberate the bromine of both acids. Now, 
if the solution contained bromide as well as bromate, an abundance of free bromine is ob. 
tained immediately upon the addition of dilute sulphuric acid in the cold. 

882. Hence, if dilute sulphuric acid in the dilute cold solution does not color the car- 
bon disulphide, and if the addition of solution of pure potassium bromide immediately 
develops the yellow color, while it is found that no other oxidizing agent is present, we 
have corroborative evidence of the presence of a bromate. And, if we treat a solution 
known to contain bromide with dilute sulphuric acid and carbon disulphide, and obtain 
no color, we have conclusive evidence of the absence of bromates. 

A mixture of bromate and iodate, treated with hydrochloric acid, furnishes bromine 
without iodine, coloring carbon disulphide yellow. 

The ignited residue of bromates (879), in all cases if the ignition be done with sodium 
carbonate, will give the tests for bromides. 

888. Oxidation. — a. When bromic acid is reduced an excess of the 
reducing agent usually produces HBr or a bromide. But with a few reduc- 
ing agents only free bromine is formed, b. For action upon H,C,0^ see 
659 ; HCNS, 702 ; H,Pe(CN)., 691 ; H,PO„ 756 ; H,S, 785 ; H,SO„ 813 ; 
HCa, 851 ; HBr, 876. 

HI c. Forms Br° and 1°. 

Hg' d. Becomes Hg" and Br""' (a bromide). 

Sn" e. Becomes Sn»^ and Br""'. 

8b'" /. Becomes 8b^ and Br^'. 

Pe" g. Becomes Pe'" and Br-'. 

As'" A. Becomes As^ and Br™' (HBr). 



IODINE. I = 126.OT7. 

Oxidation valence of free iodine (I,)^ 

Structural valence of free iodine I-I 

884. The vapor density (H == 1) up to 700° C. is 126.5, showing that the 
molecule is I,. But at 1400° C. it is about two-thirds as much, and on in- 
creasing the temperature a point is reached at which the density is about 
one-half, 63.3, and a farther increase of temperature no longer decreases 
the density — a very significant fact, showing that the molecule dissociates^ 
into atoms, and that the original molecule contains two atoms, and not 
more than two. The sp. gr. of solid iodine (water =1) at 17° C. is 4.948 
(Gat-Lussac). It melts at 114.15° C, and boils at 184.35° C. (Ramsay 
and Young, 1886, Joicr. Chem. Soc, 49, 453). 
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Oocurrenoe. — It is found in sea-water^ in some salt springs, and in 
some vegetable growths. The quantity of iodine in sea-water is very small,, 
but certain sea-weeds have the power of storing it up. 

885. Preparation. — (1) Sea-weed is carbonized by heat in a retoii;. 
The residue, called kelp^ is lixiviated with water^ which dissolves the sodium 
iodide. It now contains carbonates, sulphates, sulphides, etc., from which 
it is partially freed by crystallizing. It is then mixed with one-eighth its 
bulk of H,SO^, and allowed to stand for 24 hours. The CO, and n,S pass 
off, and much of the newly formed Na,SO^ crystallizes out. Finally MnO^ 
is added, heat applied, and iodine sublimes (a). After all the iodine has 
sublimed the bromine begins.to be set free, and is condensed. The amount 
of bromine thus secured is about one-tenth that of the iodine. (2) Another 
method sometimes used is to precipitate the iodine by CuSO^ and FeSO^ {b)^ 
and then distill the Cu,I, with MnO, and H,SO^. (3) When* the solution 
coatains only traces of iodine, it is freed by nitro-hydrochloric acid, and 
filtered through lamp-black, which absorbs it. KOH solution is then added,, 
which dissolves it,(c). The residue after evaporation is then sublimed with 
MnO, and H,SO^. 

a. 2NaX + BlnO. + 2H98O4 = NasSOi + MnSO* -h 2HaO -h Is 

b. 2NaI + 20n804 + 2FeSO« = Ousla + NasS04 + Fea(SO«)« 

c. 81, -h 6KOH = mOs + 5KI + 8H.0 

886. IODINE is solid ; in soft scales or hexagonal prisms, with a dark 
iron-gray color and graphitoidal lustre. It is precipitated as a brownish* 
black powder. It vaporizes very slightly at ordinary temperatures — with 
a characteristic odor, resembling chlorine, but more offensive. It melts at 
114.15° C, and boils at 184.35° C; the vapor having an intense, bright 
violet color. 

887. It is slightly soluble in water, dissolving in 7,000 parts ; freely 
soluble in alcohol, ether, chloroform, carbon disulphide, petroleum naphtha,, 
glycerine, and in solutions of iodides (including HI). All solutions of un- 
combined iodine have red-brown, brownish-yellow, or violet tints. The 
carbon disulphide solution is violet (marked distinction from bromine), the 
other solutions brownish-yellow (but little darker than those of bromine). 
Solutions by chemical combination are referred to in 889. 

888. Starch-paste is colored blue by a little iodine, violet by a further 
addition of iodine ; and by still greater excess a blue-green (or, in presence 
of bromine, a brown) color is produced. This test is exceedingly delicate 
for iodine.* 

The iodized starch is decolored by heating in solution to 70" or 80° C. 

* The union qf Iodine and starch is probably an example of raolecalar adhesion rather than of nnlon 
within molecules. When dry starch is satarated with ether solution of 'odine, and exposed for some time 
to the heat of the water-bath, about 4 per cent, of iodine Is retained. This corresponds nearly with the 
formula (CeHioOt^aoI^ Prepared under other conditions, it holds 7 to 8 per cent, of iodine (C6HioOft)ioI* 
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(158° to ITC^ F.), but regains its color on cooling. Its color is destroyed by 

strong chlorine, and by alkalies. 

No compound of iodine colors starch. 

889. Though expelled from combination with bases by chlorine, brominet nascent 
oxygen, and other strong elect ro-negati res, iodine acts in many relations as an oxidizing 
a^eni, readily entering into combination, as iodides, when act^d on by reducing agents. 
On the other hand, in relation to a limited number of active electro-negatires, it may act 
as a reducing tf(/cnt, becoming the subject of oxidation, in the formation of iodates. 
Iodine chlorides also are formed, I01», lOla, and lOl. of yellow to brown colors. 

Iodine slowly bleaches litmus and other vegetable colors, and stains the skin yellow- 
brown. 

ColorlesB ■olutionfl are formed by all the alkali hydroxides with iodine ; the fixed 
alkali hydroxides forming iodides and iodates (a). With ammonia in water solntion, it 
dissolTes more slowly, becoming colorless; the solution contains the most of the iodine as 
ammonium iodide, and liable to deposit a dark-brown powder, termed *' iodide of nUro- 
gen" very easily and violently explosive when dry. This substance is a variable substi- 
tution of one, two. or three atoms of I for H in NHi (45 e). Among reducing agents, 
solutions of thiotolphates quickly dissolve and decolor iodine, forming iodides and a 
more highly oxidized acid of sulphur, tetrathionic acid (6). Solutions of sulphites and 
of sulphurous acid convert iodine into colorless hydriodic acid (e).~AjBeniouB add in 
alkaline mixture is oxidized to an arsenate, and a colorless iodide is formed {d), Hydrosul- 
phuric acid dissolves iodine as hydriodic acid, the solution of which is so prepared (e). 
The alkali hydroxides, and reducing agents^ decolor iodized starchy by taking its free 
iodine into combination. 

a. 8I9 -h 6KOH = SKI -h KLOt + SHtO (corresponding with 883 h), 

h. I9 + 2Na,S90t = 2NaI + Nas840t (compare e). 

e. I3 + H9O -h Na,80i = 2HI -h Nai80« 

d, HtAsO. + 5NaHOOs+I« = NatAa04 -H 2NaZ + 500i + 4BtO 

e. 2I< + 2HsS = 4HZ + 89 

The chief Aoids of Iodine are : 

Hydriodic acid, HI"', 
Iodic acid, HI^O,. 
Periodic acid, HT^O^. 

890. Eatimation. — The estimation of free iodine is important, for upon 
it depends the determination of a large class of substances which liberate 
iodine from KI {e.g.y chlorine, bromine, etc.), or which, when boiled with 
HCl, yield CI («.;., the higher oxides and metallic acids). The nsual method 
is to add a standard solution of Na^S.O,, in presence of a little starch-paste,- 
to show when the action is complete. 

2Na,8,Oi + I« = SNal -f Nas8«0« 
801. Oxidation. — When iodine oxidizes it becomes I~' ; that is, either 
hydriodic acid or an iodide. When it reduces it becomes P or I^* ; that 
is, iodic acid or an iodate or a periodate. b. For its action on HNO, see 
733; H,Fe(CN)., 691; H,PO„ 756; H,S, 785; H,SO„ 813; Ca, 834; 
HCIO,, 863 ; Br, 868. 
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c. Becomes Hg" in presence of alkalies and acids. 

rf. Becomes Sn^ '' " " 

e. Becomes Sb^ in presence of alkalies only. 

/. Becomes As^ 
.^ ^ g. Becomes Mn^ 
Co" A. Becomes Co'" 

i. Becomes Fe'" 

j. Becomes Cr^ 
IST' k. Is not changed by iodine. 



HTDBIODIG ACID. HI. 

Oxidation valence H'l"' 

Structural valence H-I 

892. Vapor density (H = l) is 63.7. At 0° C. a pressure of four at- 
mospheres liquefies it. Under ordinary atmospheric pressure it solidifies at 
-51^ C. (Pabaday). 

Preparation. — (1) By action of P on iodine and separation by distilla- 
tion. (2) By adding H,PO^ to KI and distilling. (3) By action of H,S on 
iodine and distilling. 

1. P4 + IOI9 + 16H,0 = 4H.PO4 + 20HI 

2. SKI + HsPO« = K,PO« + 8HI 
8. 2H,S + 21, = 4HI + 8, 

893. Absolute hydriodic acid is gaseous at ordinary temperatures, but 
freely soluble in water ; being easily obtained in solution containing 50 
to 60 per cent, of acid, and having a boiling point above that of water, 
but giving off some vapor at common temperatures. Both the gas and 
the solution are colorless, and redden litmus. Hydriodic acid decomposes 
^adually in the air with separation of iodine — more rapidly at higher 
temperatures; so that the evolved gas is always strongly colored with 
iodine, and the exposed solution commences at once to turn brownish- 
yellow with the free iodine dissolved by the acid. The liberated gas has a 
slight chlorine-like odor, and a stronger offensive odor (due to both the 
iodine and hydriodic acid). Upon brief exposure, both the gas and the 
solution give abundantly the reactions of free iodine (with starch, carbon 
disulphide, etc.) 

894. Like hydrochloric and hydrobromic acids, hydriodic acid is pro- 
duced by transposition from the metallic iodides^ by the action of dilute 
sulphurio acid ; but an attempt to separate the HI by distillation would 
result in its decomposition, as shown in equation/. Also, by large excess 
of hydrochloric and hydrobromic acids. The iodides of silver, lead, mer- 
cury, and tin are transposed with diflBculty by sulphuric acid, more readily 
by hydrochloric acid. 
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806. The iodides (including hydrogen iodide) are decomposed bj 
oxidizing agents more readily than the bromides. 



OsoiM promptly decomposes all iodides, not excepting those of the alkali metals : 
while atmospheric oxygen decomposes hydriodic acid and iron and calcium iodides l»at 
slowly, and alkali iodides not at all. Iodine is liberated from iodid at once by chlo- 
rine, bromine (a), iodic aoid {h\ and bromic acid. Iodine is first set free and then o^ci- 
dized to iodic acidf by acidulated chlorate, by hypochlorites (with occurrence of 
iodine chlorides and final formation of periodates), and by concentrated nitric acid with 
heat (c); dilute nitric acid slowly separating iodine (cf), and scarcely decomposing lead, 
silver, and mercury iodides. Acidulated potaariom nitrite acts more promptly than 
nitric acid. Mangsneie dioxide with sulphuric acid is employed in the manufacture of 
iodine (e). Per m an g anate solution, added in excess, produces iodaies, iodine l)eing fin«t 
separated and at last all oxidized ; in neutral or alkaline dilute solutions (1 part salt to 
240 parts water), a distinction from bromides, which do not decolor the permanganate. 
Ohromatea, acidulated, cause immediate separation of iodine. Concentrated inlpbnnc 
acid (/) and ferric chloride (^) are reduced by iodides. Further, see 907. 

a. 2HI + Br« = 2HB^ + I, 

b, 5X1 + KIOs + 3H,S04 = 8K.8O4 + dH,0 + SI. 
e. KI + 2HNO. = KIO, + 2NO + H,0 

d. OKI + 8HNOs = 6KNO. + 2NO + 4HsO + 81, 

e. 2KI + 2H,SO« + BSnO, = Ks80« + BCnSOi + 2HiO + Is 
/. 2HI + H,SO« = 2H,0 + SO, -f I, 

g. 2EI + FetOlc = 2Fe01, + 2K01 -f I. 

• 

896. The metallic iodides are all soluble in water; except those of Ag, 
Pby and Hg, except palladous iodide, cuprous iodide, bismuth iodide de- 
composed bj water, and stannous iodide sparingly soluble in water. Lead 
iodide is sparingly soluble, and mercuric iodide very sparingly soluble, in 
water. 

The double iodides of lead, silver, and mercury with alkali metals— as 
EI.AgI and (KI),HgI, — are soluble in water; i.e , the iodides of first- 
group metals are soluble in solutions of alkali iodides, by combination ; mer- 
curous iodide in part only, as explained in 438. 

Alcohol dissolves many of the iodides soluble in water — including the 
alkali iodides, and those of barium and calcium — and dissolves mercuric, 
but not mercurous or argentic, iodide. 

Silver iodide is but very sparingly soluble in concentrated solution of 
ammonium hydroxide, and insoluble in hot solution of ammonium acid car- 
bonate (distinctions from the chloride). It dissolves in solution of potas- 
sium cyanide. 

The iodides of silver and of lead are soluble by decomposition in solu- 
tion of alkali thiosulphates (a); lead iodide in fixed alkalies (387). The 
iodides of silver and mercury are not decomposed, the iodide of lead slovly 
decomposed, by dilute nitric acid. 

a. Agl + Na,8,Oi = Nal + NaAgS^O, 
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In analysis, iodides are most easily identified by the color of the carbon 
disnlphide solation of liberated iodine (902). The silver precipitate of 
iodide is separable from chloride by solation of the latter in ammonium hy- 
droxide (921). 

897. Silver nitrate solation in excess precipitates, from solutions of 
iodides, silver iodide, Agl, yellow-white, blackening in the light (without 
notable separation of iodine). For the solubilities of the precipitate, see 
896, and compare 414. For its separation from chloride and bromide, see 
further 921 

Solution of mercuric chloride precipitates the bright, yellowish-red to 
red, mercuric iodide^ Hgl,. The precipitate redissolves on stirring, after 
slight additions of the mercuric salt, until equivalent proportions are 
reached, when its color deepens. For the solubilities of the precipitate see 
446.—Solution of mercurous nitrate precipitates mercurous iodide, Hg,I„ 
jellow to green (see 438). 

898. Solution of plumbic nitrate or acetate precipitates, from solutions 
of iodides not very dilute^ had iodide^ Pbl„ bright-yellow — soluble, as 
stated in full in 392. 

899. PaUadons chloride, PdCl,, precipitates, from solutions of iodides, 
palladous iodide, Fdl,, black, insoluble in water, alcohol, or dilute acids, 
and visible in 500,000 parts of solution. The reagent does not precipitate 
broviine at all in moderately dilute solutions, slightly acidulated with Hd. 
Palladous iodide is slightly soluble in excess of the alkali iodides, and is 
solable in ammonium hydroxide (595). 

900. Copper sulphate, with sulphurous acid or other reducing agent, 
precipitates from solutions of iodides the cuprous iodide, Cu,I„ which is 
whiie, if there is sufficient reducing agent to prevent the precipitation of 
iodine, brown. The precipitate is not altogether insoluble in water ; there- 
fore the filtrate responds to the delicate tests for iodine {equation in 345 b). 
Bromine is not precipitated with copper. 

901. Concentrated sulphuric acid decomposes iodides, solid or in con- 
centrated solution, with the reaction stated at 895/. The evolved gas has 
the violet color of iodine, and the offensive odor of mingled iodine and hy- 
driodic and sulphurous acids. When cooled and somewhat diluted, the 
liquid gives the iodine color with starch (888); or, on agitating gently with 
carbon disnlphide, and permitting the latter to subside, the beautiful violet 
tint of iodine in this solvent. 

902. Chlorine-water separates iodine more satisfactorily, in this test 
with carbon disnlphide, especially from dilute solutions. The chlorine- 
water should be dilute and added (after the starch-paste or carbon disul- 
l»hide) drop by drop ; as an excess will destroy all characteristics of free 
iodine by formation of iodine chlorides and iodic acid (920). 

Nitrous acid — as from zinc and nitric acid or from acid illation of ni- 
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trites — is a good agent to displace iodine. It should be yery sparingly used 
(709). Bromine water is also employed for the same purpose. 

Bromides do not interfere with the easy recognition of free iodine ; un- 
less an excess of chlorine is added no bromine will be liberated, and, if 
liberated, it does not modify the color of iodine, in starch or in carbon di- 
sulphide, unless the bromine is in much greater quantity, and even then 
the color represents iodine. 

903. Solution of ferric chloride, added in the proportion of 6 or 8 drops 
to 3 or 4 cub. cent, (a fluid drachm or a little less) of the solution tested, 
together with carbon disulphide, slowly develops the violet tint in the sub- 
siding liquid, if iodine is present (895 g) — a distinction from bromine. 

For Separation of iodides from chlorides and bromides, 920 ; from 
iodates, 913. 

904. The iodides of the alkali metals and of the first-group metals fuse without de- 
composition; those of mercury sublime undecomposed; but other noa-alkali iodides ar& 
mostly decomposed by ignition. 

Treated in the cupric bead of microoosmic salt, as directed for chlorine in 848, iodides 
give an emerald ffreen glass. 



•» 



906. Estimation. — (1) Oravimetrically. It is precipitated by AgKO 
and after gentle ignition weighed as AgL (2) Yolumetrically, by stand- 
ard solution of AgNO,, using a little E,Cr,0, to show the completion 
of the reaction. (3) It is oxidized to free iodine by chlorine or other 
convenient oxidizing agent, and then determined by standard solution of 
Na,S,0,. 

906. Preparation of Iodides. — (I) By direct union of the elements, but 
in some cases heat must be employed, and the metal must be in a fine state 
of division. (2) By action of HI on the hydroxides, oxides, and carbonates 
of the metals. (3) Iodides of the first group are best made by precipita- 
tion. (4) Many metals, especially when finely divided, dissolve in HI with 
evolution of hydrogen. 

907. Oxidation. — a. For the action of HI on H,Fe,(CN),, see 694 ; 
HNO„ 713 ; HNO„ 733 ; H,SO„ 829 ; 01, 834 ; HOlO,, 863 ; Br, 868 ; 
HBrO,, 883. 

HIO, b. Free iodine is liberated from both acids, 

Pb" ^ » c. Becomes Pb" and I'' (free iodine). 

As^ d. Becomes As"' '' I^ 

Sb^ e. Becomes Sb'" " 1°. 

Ou" /. Becomes Ou' '' r. 

Oo'" g. Becomes Oo' " r. 

Ni'" A. Becomes Ni" ** r. 

Pe'" i. Becomes Pe" '* I^ 

Or" /. Becomes Or'" *' r. 
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« 

Mn" * » fc Becomes Mn", and if HI is in excess 1° is fonned. If dilute 

hydriodic acid with K,Mn,Og is used manganese peroxide is 
first formed^ and if the permanganate is in great excess potas- 
sium iodate is formed. 



IODIC ACID. HIO.. 

Oxidation valence H'FO~", 

O 

Structural valence H-0-I=0 

908. Preparation. — (1) Bj boiling I with EU^'Gi, sp gr. 1.42, or, better, the fuming, 
sp. gr. 1.48. (2) By treating I with Ol or HOlO in presence of HaO. (3) By transposing 
iodates with stronger acids, as Ba(IOs)9 with HsSOi, using the latter slightly in excess, 
and after filtering from the insoluble BaSO« the HIOs is separated from the remaining 
H«804 by crystallization.' (4) Formed by action of auric oxide on L (5) By action of 
AgNOi on L 

1. 81, + lOHNOs = 6HIO, + lONO + 2HaO 

2. la + 501, + 6H,0 = 2HIO. + lOHOl 

4. 8I3 + 5AusOi + 8H3O = 6HIOt + lOAn 

6. 5AgNOt + 8Ia + 8HaO = 5AgI + 5HNO. + HIO, 

909. Absolute iodic acid, HIOs (or HglsOa), is a white, crystallizable, odorless solid, 
permanent in the air ; at ITO** G. (838'' F.) resolved into water and iodic anhydride (HaO 
and IaO»). Iodic anhydride is a crystallizable solid, at 800° C. resolved into iodine and 
oxygen. Bromic anhydride is not known. Iodic acid is freely soluble in water and in 
alcohol ; the solutions reddening litmus, and afterwards bleaching it. 

910. Iodic acid is formed by prolonged action of nitric acid and other oxidizing 
agents upon iodine. Its salts, the iodates, are formed together with iodides in dissolving 
iodine in aqueous alkalies (880 a), as well as by oxidation of iodides (895). Iodic acid is 
easily obtained by transposing metallic iodates with sulphuric acid (a) ; its radical not 
easily breaking up when separated from metals, as chloric and bromic acids do. 

a. 2EIOa + HaS04 = KSO^ + 2HI0|. 

911. The Iodates — including hydrogen iodate — are decomposed by reducing agents, 
with the formation of iodides (of metals or of hydrogen) and with otlier results. 

Sulphurous acid is oxidized by iodic acid, first with separation of iodine (a) ; then, 
by excess of the sulphurous acid, with formation of hydriodic acid (&). Hence, sulphur- 
ous acid, added short of saturation^ with starch, forms a delicate test for iodates, and a 
distinction from iodides ; but excess of the reagent destroys the color. Thiosulphates 
produce iodine, or hydriodic acid. Hydrosulphuric acid also reduces iodates, pre- 
cipitating at first iodine and sulphur (c). With excess of the reducing agent, the final 
products are hydriodic acid and sulphur {d) ; with excess of the iodate, iodine and 
sulphate («). Hydriodic acid instantly separates, from iodic acid, all the iodine of both 
acids (/); hence, an intermixture of a metallic iodate with an iodide is revealed at once 
by adding a dilute or weak acid that will not itself liberate iodine, but will produce both 
the acids of iodine, so that they can decompose each other. In solution of potassium 
iodide, for example, a slight addition of tartaric acid shows the presence of iodate by 
the immediate, not progressive, appearance of the iodine color, the test being more deli- 
cate by use of carbon disulphide. In solutions not of iodides, an iodide may be added. 
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with tartaric or acetlo acid, in search for iodates. But it mast be remembered that pure 
iodides, so treated, form hydriodic acid, which, by atmospheric oxidation, progressively 
liberates iodine, and will soon give a deep color to starch or carbon disulphide. Hydro- 
ohlorio acid forms with iodates mostly iodine chlorides {g\ iodine not being liberated 
{distinction from bromates, 882). Morphia reduces iodic acid, with separation of iodine 
as a final product. Further, see 916. 

a. 2KIOt + SHtSOt = It + 2KH8O4 + 8Bt80« + BsO 
Or: 2HIOt + 5H,80t = It + 5H.804 + H,0 
6. The iodine is taken up by excess of HsSOa, as in 888 e. 
e. 4HIO. + lOHtS = 2Z, + 12H,0 + 58, 

d. 2HIOt + 6H,8 = 2HI + 6H,0 + 88« 

e. 8KIOt 4- 5H«8 = 4Z, + SKfl80« + 2KH8O4 + 4H,0 
/. HlOt + 5HZ = 8Is + 8H,0 

g. SZOt + 6H01 = (lOli + 201) + KOI + 8H1O 

Iodates in dry mixture with combustible bodies are reduced, on heating or con- 
cussion, with detonation, but much less violently than chlorates or nitrates. Heated 
alone, iodates are either reduced to iodides with liberation of oxygen (iodates of potas- 
sium, soili urn); or to oxides with liberation of iodine and oxygen (iodate of barium). 
Compare Bromates, 879. 

912. The iodates are either insoluble or sparingly soluble in water, except those 
of the alkali bases, a marked difference from bromates and chlorates. Barium, silver, 
and lead iodates are insoluble in water. The alkali metals form acid iodates. In alcohol 
most of the iodates are insoluble ; barium iodate, insoluble ; calcium and potassium 
iodates, scarcely at all soluble (distinctions from iodides). 

Silver iodate is readily soluble in ammonium hydroxide (distinction from iodide); 
it is slightly soluble in dilute nitric acid (more so than the iodide). 

Iodates are identified by separation of free iodine, known by its color in carbon disul- 
phide solution or in mixture with starch (911); and by precipitation of barium salt 
<912). 

913. Solution of lilwer nitrate precipitates, from even very dilute solutions of 
iodates and from solutions of iodic acid if not very dilute, silver iodate, AglOs, white, 
crystalline, soluble in ammonium hydroxide, soluble in an excess of hot HNO*. In the 
ammonia solution, hydrosulphurlo acid precipitates silver iodide. 

Barium chloride precipitates barium iodate, Ba(IOs)t, nearly insoluble in cold and 
little soluble in hot water, insoluble in alcohol, scarcely soluble in dilute nitric acid, 
readily soluble in dilute hydrochloric acitl. Hence, dilute solutions of free iodic acid 
should either be neutralized or tested with barium nitrate. This precipitate, by addition 
of alcohol, is a complete separation from iodides, and, when well washed, decompose<l 
with a very little sulphurous acid (911 a), and found to color carbon disulphide violet, its 
evidence for iodic acid is conclusive. Barium iodate is transposed with ammonium car- 
bonate, on digestion in solution and with ammonium hydroxide (separation from perio- 
date). 

Salts of lead give a white precipitate of lead iodate, Pb(IOi)a. Ferric chloride gives, 
in solutions not dilute, a yellowish-white precipitate of ferric iodate, Pea(IOi)«, s[>ar- 
ingly soluble in water, and freely soluble in excess of the reagent. Boiling decomposes it. 
Alcohol precipitates potassium iodate from water solution, an approximate separa- 
tion from iodide. 

914. Iodates of the alkalies and alkaline earths are easily made by the action of 
iodine on the hydroxides, and separation by alcohol or by crystallization from the iodides 
which are formed in the reaction. All iodates may be made by action of the acid on the 
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hydroxides or carbonates. A 'few are best made by precipitation. The precise composi- 
tion of many of the iodates has not been determined. 

916. fiitimation. — (1) By precipitation with AgNOs, and, after drying at 100'' C, 
weighing as AglOs. (2) By reducing to HI or an iodide and then proceeding as directed 
in 905. (8) Volumetrically, by treating with HI and estimating the free iodine liberated. 

916. Oxidation.— a. For action on HaO^Oi see 659; HeFoaCON)!,. 694; HONS, 
702; HNO„ 718; H,PO„ 756; H,S, 785; H,SOi. 813; 0\ 834; HBr, 876; HI, 907. 
Sn" 6. Becomes Sn»v and I-'. 
Sb'" c. Becomes Sbv and I^ 
As'" d. Become^ Asv and T. 
f o" e. Becomes Fe'" and r. 



FEBIODIC ACID. HIO^orHJO,. 

Oxidation yalence H'F«0-'\, or H'^I^^O-", 

H 

O H-O O O-H 

Structural yalence H-C)-I=0, or H-O-i-O-H 

o o 

917. Preparation. — (1) By action of HOIO4 on I (a). (2) By action of HaSOi on 
Fb(IOi)« (6). (8) Periodate of sodium is made by action of Ol upon I, Nal, or NalOs in 
solution of NaOH (e). The potassium salt is prepared in a similar manner. 

a. Ift -f 2H010« = 2HIO4 + Olfl 

h, Pb(I04)a + H,804 = PbSO« + 2HIO« 

c. I, + 16KOH + 701, = 2EIO4 + 14K01 + 8H,0 
Neither the anhydride nor the acid HIO4 has been isolated. Only Ea04» with two 
molecules of water, has been crystallized. One view represents the normal acid as HIO4, 
which is supported by the actual preparation of the corresponding salts, such as SIO4, 
AgI04, Pb(I04)a, etc. Another view represents the normal acid as HJOe (Ea04.2HsO 
=r HftlOs). This view is supported by the actual production of AgtlOa, NatlOa, 
Ba»(IOa)«, etc. The aqueous solution may be boiled, but at 140° C. it begins to decom- 
pose, forming first HIOi, oxygen, and water; then laOi, and finally free iodine and 
oxygen. Ignition reduces alkali periodates to iodides, evolving oxygen. Ignition also 
reduces other periodates in the same manner that it does iodates. They are all reduced 
by HCl, evolving CI ; by HaSOi, giving first free iodine and then HI, and forming 
HaS04 ; and HI liberates free iodine, but only one-fourth of the total quantity in the salt 
(Rammelsburg). According to Lautsch, its behavior with Hga(NOi)a is characteristic. 
The pentasodic periodate, Na«IOfl, gives a light yellow precipitate consisting of deca- 
meicorous periodate, HgioIsOia* 

5Hga(NOi)a + 2NaftIO(i = HgioIaOit + lONaNOi 
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919. THB SBPARATION of the acids of chlorine, bromine, and iodine is effected 
by oxidations, reductions, color solutions, precipitations, separative solutions, and yapo- 
rizations. In many cases of separation, the acids to be separated will act upon each 
other. 

920. The Recognition of chlorides, bromides, and iodides — by evolving their chlo- 
rine, bromine, and iodine, i/i presence of each other— c&n. be accomplished as follows — 
for the iodine the test being very easy ; for chlorine, indirect but unmistakable ; for bro- 
mine, dependent upon much care and discretion.* 

The Iodine is liberated with dilute chlorine-water, added drop by drop, and is 
readily detected by starch, or carbon disulphide, according to 902. (As to interference 
of thiocyanates, see 701.) The Ohlorine is vaporized (from another portion) as chloro- 
chromic anhydride, and the latter identified by its color and its various products, as 
described in 845. Before the Bromine is identified the iodine is to be either removed as 
free iodine^ or oxidized to iodate (873). The oxidation to iodic acid is effected as fol- 
lows: Treat with good chlorine- water till free iodine no longer shows its color ; add a 
drop or two more of the chlorine-water, and dilute with water, keeping cool ; then add 
the carbon disulphide, agitate, and leave the solvent to settle, for the yellow color of bro- 
mine. The removal of free iodine may be done as follows: Add chlorine-water, drop by 
drop, as long as the iodine tint seems to deepen by the addition ; add the carbon disul- 
phide, agitate, leave to subside, and remove the lower layer, either by taking it out with 
a pipette, or by filtration through a wet filter. Repeat, if need be. till iodine color is no 
longer obtained ; then continue, with dilute chlorine-water, in test for bromine. 

If iodide in large proportion is to be removed, it is well, first, to precipitate it out, as 
far as possible, by copper sulphate and a reducing agent, as directed in 922. The filtrate 
is then to be treated by either method above given. 

921. The Separation by ammonium hydroxide, as a solvent of the silver precipi- 
tates — ^AgOI, AgBr, Agl — when conducted with dilute ammonium hydroxide, may be 
made nearly complete between the chloride and the iodide, but it is very imperfect be- 
tween the bromide and either of t)ie others. The hot and strong solution of ammonium 
acid carbonate separates the chloride from tlie bromide (compare 843, 872, 896). 

922. The direct removal of iodides hy precipitation, leaHng bromides and chlorides 
in solution, can be effected (approximately) by copper sulphate with snlphuroua acid 
(900), or quite completely by palladoua chloride (899). With the copper sulphate, the 
reduction ought to be thorough ; and this result is better secured by sulphurous acid 
than by ferrous sulphate, and without loading the solution with another metallic salt. 
The action of palladium chloride is subject to no objection, except the scarcity and ex- 
pensiveness of the reagent. 

923. Chloric acid is separated from hydrochloric and all other acids of chlorine, bro- 
mine, and iodine (except from hypochlorous acid, and from traces of bromic acid), by 
remaining in solution during the precipitation by silver nitrate (859). 

924. Chloric acid is separated from nitric acid — after finding that silver nitrate 
gives no precipitate in another portion of the solution, acidulated — ^by evaporating and 
igniting the residue, then dissolving, and testing one portion of the solution by sUver 
nitrate for the chloride formed from chlorate during ignition (858). The other portion of 
the solution is tested for nitric or nitrous acid. 



* In ooiueqnence of the relative commercial values of bromine and Iodine, and the medicinal relations of 
bromides and iodides, it is of great Importance to search commercial iodides for intentional and consider- 
able mixtures of bromides— an imparity likely to escape cursory chemical examination. There arc, how- 
ever, very slight and usually unobjectionable proportions of bromides generally to be found in the iodides of 
commerce, and occurring from the difficulty of exact separation in the mannfaicture of iodine from kelp. 
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926. If we have to separate chloric acid both from nitric and hydrochloric acids, a 
solution of wSlwmt fulphata must be used instead of the nitrate, to precipitate out all the 
hydrochloric acid. The filtrate from this is eraporated, ignited, dissolved and tested, as 
in 924, for chloride, indicating chlorate in the original solution, and another portion is 
tested for nitric acid. Also, chlorates are distinguished (not separated) from nitrates, by 
oxidation of ferroos ralphato in solution with aoetio aoid on heating, and the conse- 
quent formation of the red solution of ferric acetate (218, 635). The solution tested must 
contain no free acids, and no nitrites or other oxidizing agents beside the two in question, 
but may contain chlorides ; and, of course, the ferrous sulphate must be pure enough not 
to color when heated alone with the acetic acid. Mix the ferrous sulphate solution with 
the acetic acid, boil, then add the solution to be tested, and heat nearly to boiling, for 
some minutes. If no red color appears, chlorates are absent, and nitrates may be 
present. 

926. H3rpoohlorita8 are separated with chloraUs from chlorides (bromides), etc, by 
■ilwer nitrate ; and distinguished from chlorates (in the filtrate from AgCl, etc.) by 
bleaching litmus, and by their much more rapid decomposition and consequent precipita- 
tion of any silver in solution. They are also more active than chlorates, a.s oxidizing 
agents. 

927. The identification of iodic aoid is simple and certain, by use of reducing 
agents (911), or precipitants (918). The identification of bromio acid, in presence of 
other acids, is indicated in 880 to 882. 

928. G. VoETMAN^s method of detecting chlorine in presence of bromine and iodine 
is as follows : The solution containing the halogens combined with the alkali or alkali 
earth metals is heated with acetic acid and peroxide of lead until the supernatant liquid 
is colorless and has no longer the slightest odor of iodine or bromine ; in this way the 
whole of the bromine and part of the iodine are driven off, the remainder of the latter 
remaining as iodate of lead along with the excess of lead peroxide. This is filtered off, 
the precipitate washed with boiling water, and the chlorine precipitated from the filtrate 
by addition of silver nitrate. 

M. Dechan's method {Jour, Ctiem, S'*c„ 1886, 49, 682) consists (1) in boiling the mix- 
ture with a solution of 40 grammes of KtOraO?, dissolved in 100 c.c. of water, which 
liberates and expels all of the iodine without disturbing the bromine and chlorine. 

5K,Ora07 ■¥ 6KI = OrtOt + 8K,Or04 + 8I« 
(2) 8 c.c. of a dilute solution of sulphuric acid (consisting of equal volumes of Hs80« sp. 
gr. 1.84, and water) are added to 100 c.c. of the dichromate solution, and on boiling the 
bromine is distilled off without disturbing the chlorine ; after which the chlorine is de- 
tected in the usual manner. 

For A. LoNoi^s process for the analysis of a mixture of chlorides, bromides, iodides, 
chlorates, bromates, iodates, ferrocyanides, and ferricyanides, see Chem. News, 47, 209. 



EQUATIONS. 

929. It is recommended that the student write all the equations representing the 
analysis, oxidation, and pmperties of all compounds, and balance them acrording to the 
rule given in 615. It will be seen that in most cases an oxidizing agent is made to act on 
two reducing agents, usually both in the same salt; or double reduction may occur — thus 
in Ko. 25 PbO,, K,OOi, KOI, and H,0 are formed; in No. 66, K^MnO*, K,80«, NO, 
and OOs; in No. 57, K,OrO«, K,BIn04, KOI, and OO^; in No. 80, the Mnof both com- 
pounds is oxidized ; in No. 17, Hg, As, SnOl4} and HsO are formed ; in No. 21, Pb, 
NsaS, OOa, and HsO ; in Nos. 15 and 61 there is no action. In balancing equations for 
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recitation, the student should in all cases give his authority for each equation. It is to 
be understood that the second substances in each equation are to be used in excesa, or in 
as great quantities as may be necessary to fully oxidize or reduce the substance placed 
first. Unless otherwise expressed, HtS04 means the dilute acid. It is advised that the 
teacher extend this list to several hundred for class use. The frequent introduction of 
blank equations like Nos. 15 and 61 has proven instructive. 



1. Mn(OH), + PbO, + HNO, 

2. Pba(AsOi)t + KOH + Oil 

3. Sn + HNOi (sp. gr. 1.40) 

4. Pb,(As04)3 + Al + KOH 

6. Mn(£[aP02)a + KOIOa + EaCOs 

(fusion) 

6. K36O4 + NatOOi + O (fusion; 

7. MnS + FbOa. + Ha804 (hot dilute) 

8. SnS + KOH + Ola 

9. Fe(OH), + Ha804 (sp. gr. 1.83 hot) 

10. Pbs(A80«)a + Zn + HaSOt 

11. Or,(S04)s + Mn(NO.)a + E,OOi 

(fusion) 

12. MnSOs + KOH + I. 

13. ZnfOaOrOi + SnOla + KOH 

14. NiOa04 + KOH + OI9 

16. Fe + HNO,(sp. gr. 1.42 cold; see 929) 

16. KOlOs (ignition) 

17. Hga(A804)a + SnOla + HOI (sp. gr. 

120) 

18. Naa840ff + KaOH + Ola 

19. Al + KOH 

20. MnS + KNOa + KaOOs (ignition) 

21. PbSO« + NaHOO. + O (fusion) 

22. CrOa + HaS04 (sp. gr. 1.83 hot) 

23. BiBr, + KOH + Ola 

24. Mns04 + PbaO« + HNO* 
26. PbOaO« + KOH + Ola 

26. Fe + H98O4 

27. BiAB04 + Na (amalgam) 

28. OraOh + KOlOi + KaOOa (fusion) 

29. Mn(OH)a + KaMnaOs + Ha60« 

30. Iffn0904 + Pbs04 + Ha804 (hot di- 

lute) 

31. FeS + KOH + Ola 

32. FeOaOt + HaSO* (sp. gr. 1.83 hot) 

33. KaOraOr (fusion) 

34. Mna04 + Mn(NOa)a + KaOO, (fu- 

sion) 

35. Mn,04 + Ora(N08)6 + KaOOa (fu- 

sion) 

36. O + HaS04 (sp. gr. 1.83 hot) 

37. Fe3(A803)3 + KOH + Ola 

38. A84 + HNOa 



HNO, 
-I- 01, 



39. K010« (ignition) 

40. FeaO(Or04)a + SnOla + HOI 

41. FeBra + KOH 4- Ol, 

42. Ou(NOa)a -f Al + KOH 

43. MnSaOa + KNOa + KaOOa (igni- 

tion) 

44. NaaSaOe + NaHOOa + O (fusion) 
46. FeBra + HNOa 

46. Orale + KOH -{- 

47. MnaOa + Pba04 + 

48. Fb(HaPOa)a -H KOH 

49. P4 + KOH 

60. Hga(As04)a + Na (amalgam) 

61. Ora(S04)a + KOlOa + KaOOa (fu- 

sion) ^ 

62. Bi60T(OrO«)a + SnOla + KOH 

63. MnSOa + PbOa + HaS04 (hot di- 

lute) 

64. MnSaOfl + KOH + Ola 

66. KaMnaOs + HaS04 (sp. gr. 1.83 hot) 

66. AsHa (ignition in the air) 

67. OraOla + Bln(010a)a + KaOOa (fu- 

sion) 

68. OraOa + Ora(NOa)o + KaOOa (fu- 

sion) 

69. BiaO(OrO«), + SnOla 4- 

60. OoSOa + KOH + Ola 

61. On + HOI (see 929) 

62. FeaOa (white heat) 

63. AgaAs04 4- SnOla + 

1.20) 

64. NaaSftOs + NaOH + 
66. Pb(NO,)a + Al + 

66. MnSaOe + KNO, 

tion) 

67. NaaSaOa + NaHOOa + O (fusion) 

68. PbMnaOs + Zn -h HaS04 

69. Fela + KOH + Bra 

70. Mna04 + PbaO« + HaS04 

71. HgOaOf + KOH + Ola 

72. Fe + HaS04 (sp. gr. 1.83 hot) 

73. SbOla + Al + HOI 

74. (NH4)aOra07 (ignition) 
76. Hg30304 + KaMnaOa + HaSO« 



HOI (sp. gr. 

Ola 

H 

KaOOa (igni- 
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76. Mn(HaPOa), + PbO, + 'H,SO« 

77. Peso, + KOH + Ol, 

78. Fe{H,POs)3 + B,804 (sp. gr. 1.83 

hot) 

79. KMO, + NH«01 (fusion) 

80. Mn^Oi + Mn(NO,)« -f KsOO. (fu- 

sion) 

81. HaAsOi + SnOls + HOI (sp. gr. 

120) 

82. S + Ha804 (sp. gr. 1.83 hot) 

83. Or,I« + KOH + Ol, 



84. PbO, + H,80« (sp. gr. 1.83 hot) 

85. SbsO, (ignitiop) 

86. Oa»H»(As04)« + HI 

87. 8bl, + KOH + Ol, 

88. HgOr04 + Al + KOH 

89. Mn,0« + KOlOs + K,00, (igni- 

tion) 

90. K,0r,07 + MH4OI (fusion) 

91. KOH + I, 

92. Fe,(A80,), + KOH + I, 



PHOBLEMS IN SYNTHESIS. 

930. For the sake of more thorough drill in the principles of oxidation, a few prob- 
lems are here given; a part of them the student should practically work at his table, but 
they are chiefly designed for class exercises. Special care should be taken that a pure 
product be formed, and that the ingredients be taken from the sources indicated. Thus, 
in the 3 1st, the chlorine for the ammonium chloride must be obtained from silver chlo- 
ride, and the nitrogen of potassium nitrate must be converted into ammonia, and then 
united with the chlorine, and the product purified. 

The student is not to suppose that these problems represent operations that are finan- 
cially profitable, but merely chemical possibilities, and their solution will compel an ac- 
curate comprehension of a great variety of important principles. It is recommended 
that the teacher increase the number of these; an ordinary class may with profit discuss 
from three to five hundred. In each case the authority for each step in the process 
should be stated. 



Make pure mercuric bromide, 
chromic chloride, 
arsenic acid, 
potassium arsenate, 
plumbic nitrate, 
mercurous nitrate, 
mercurous oxide, 
mercuric bromide, 
mercuric bromide, 
lead nitrate, 
mercurous phosphate, 
barium sulphate, 
bar'm hypophosphite, 
lead chromate, 
chromic chloride, 
barium chromate, 
mercuric chromate, 
chromium sulphate, 
phosphoric acid, 
phospliorus, 
lead iodate, 
silver iodate, 
ferric arsenate, 
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mercurous chloride and 
potassium chromate 
potassium arsenite. 
potassium arsenite 
plumbic chloride 
mercuric chloride 
mercuric oxide, 
metallic mercury 
metallic mercury 
lead dioxide 
phosphoric acid 
lead sulphide 
calc'm hypophosphite ** 
chromic chloride 
potas. acid chromate 
chromic chloride 
mercuric sulphide 
potas. acid chromate 
sodium phosphate, 
calcium phosphate, 
lead sulphate 
silver bromide 
ferrous sulphide 
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aluminic bromide, 
hydrochloric acid. 

potassium hydroxide, 
zinc nitrate, 
bismuth nitrate. 

potassium bromide, 
silver bromide. \ 

potassium nitrate, 
mercuric chloride, 
barium hydroxide, 
barium chloride, 
lead sulphate, 
silver chloride, 
barium sulphate, 
chromium nitrate, 
bismuth sulphite. 



potassium iodide, 
potassium iodide, 
arsenious acid. 
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Make pare mercuric bromide, from mercuric sulphide and lead bromide. 
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ammonium sulphate, 
ammonium chloride, 
sodium chloride, 
phosphorus, 
lead sulphide, 
ferrous sulphite, 
ammonium chloride, 
mercurous nitrate, 
potassium sulphate, 
mercurous chloride, 
potassium iodide, 
sodium iodate, 
sodium phosphate, 
potassium bromide, 
potassium chloride, 
strontium nitrate, 
mercurous sulphide, 
potassium sulphate, 
sodium sulphate, 
potassium chromate, 
potassium iodide, 
sodium iodate, 
potassium chloride, 
potassium carbonate, 
ammonium sulphate, 
manganese peroxide, 
arsenious sulphide, 
arsenious sulphide, 
arsenious sulphide, 
potassium nitiite, 
lead ferrocyauide, 
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sulphur. 
** silver chloride. 
** silver chloride. 

" bismuth thiocjanate. 

** barium sulphate. 

" silver chloride. 

" potassium nitrate. 

** potassium nitrate. 

" ferric chlorate. 

** sodium iodate. 
potassium iodide. 



it 



potassium nitrate 

lead nitrate 

sodium sulphate 

sodium phosphate. 

triplumbio tetroxide 

ferrous chloride 

potassium nitrate 

mercuric chloride 

sodium sulphite 

mercurous sulphide 

potassium chloride 

sodium chloride 

potassium phosphate '' sodium chloride. 

silver bromide " 

silver chloride 

strontium sulphate 

mercuric bromide 

sodium sulphate 

potassium sulphate 

chromic chloride 

sodium iodate 

potassium iodide 

sodium chloride 

oxalic acid 

potassium nitrate 

lead permanganate. 

lead arsenate 

lead arsenate 

silver arsenate 

sodium nitrite 

cupric ferrocjanide 



potassium chloride, 
potassium bromide, 
mercurous nitrate, 
potassium sulphite, 
potassium hydroxide, 
sodium hydroxide, 
potassium hydroxide, 
potassium nitrate. 
" sodium nitrate, 
potassium nitrate, 
potassium chloride, 
sodium sulphide. 
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potas*m thiocyanate. 

potassium sulphite. 

barium sulphate. 
" potassium chloride. 
*' metallic lead. 
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SYSTEMATIC EXAMINATIONS. 



SEPABATION OF THE ACIDS FROM THE BASES. 



931. The preliminary examination of the Solid Bftatarial in the dry way will give 
indications drawing attention to certain acids. Solutions can be evaporated to obtain a 
residue for this examination. Thus, deiotiatian (not the decrepitation caused by water 
in crystals) indicates ohlontea, nitratee, bromates, iodates. Explosion or deflagraiicn 
will occur if these, or other oxygen-furnishing salts — as permanganates, chromates—are 
in mixture with easily combustible matter (858). Hypophosphites, heated alone, defla- 
grate intensely. A brownish-yellow vapor indicates nitrates or nitrites (730); a ^r««it 
flame, borates (626).— The odor of burning avUphur : lulphidet, sulphites, thiosulphates, 
or free sulphur. The separation of carbon black : an organic acid. The formation of a 
silver stain : a sulphur compound (826). 

932. When dissolying a loUd by acids for work in the wet way, indications of the 
more volatile acids will be obtained. Sudden effervescence : a carbonate (oxalate or cya- 
nate) (664, 665). Oreenish-yellow vapors: a ohlorate (S80). Brownish-yellow, chlor- 
nitrous vapors on addition of hydrochloric acid : a nitrate. — ^The characteristic odors : 
salts of hydrosulphuric acid, sulphurous acid, hydrobromic acid, hydriodic acid, hydro- 
cyanic acid, acetic acid. — ^Tlie separation of sulphur : a higher lolphide, etc. It will be 
remembered that chlorine results from action of manganese dioxide, and numerous oxi- 
dizing agents, upon hydrochloric acid. 

933. If the Material is in Solution, the bases will be first determined. (Certain 
volatile acids will be detected in the first-group acidulation — by indications mentioned in 
the preceding paragraph.) Now, it should first be considered, what acids can be present 
in solution with the bases found f Thus, if barium be among the bases, we need not look 
for sulphuric acid, nor, in a solution not acid, for phosphoric acid. 

934. As a general rule, the non-alkali metals must be removed from a solution before 
testing it for acids, unless it can be clearly seen that they will not interfere with the tests 
to be made. 

Metals need to be removed : because, firstly, in the testing for adds by predpitationy 
a precipitate may be obtained from the action of the reagent on the base of the solution 
tested, thus : if the solution contain silver, we cannot test it for sulphuric acid by use 
of barium chloride (and we are restricted to use of barium nitrate). And, secondly, 
in testing for acids by transposition toith a stronger acid — the preliminary examination 
for acids— certain bases do not permit transposition. Thus, chlorides, etc., of lead, silver, 
mercury, tin, and antimony, and sulphide of arsenic, are not transposed by sul- 
phuric acid, or not promptly. 

936. If neither arsenic nor antimony is among the bases, they may all be removed (a) 
by boiling with slight excess of sodium or potassium carbonate, and filtering. Arsenic and 
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€M/ntimony, and all other bases of the second group, may be removed {b) by boiling with 
liydxoaulphnrio aoid, and filtering. When the bases are removed by sodium or potas- 
sium carbonate, the filtrate must he escaetly neutralized by nitric acid, with the expulsion 
of all carbonic a>eid by boiling. Then, for nitric acid, the original substance may be- 
tested. 

The filtrate, from the third or fourth group, though free from all bases which need 
to be removed, is not suitable material for general tests for acids ; because it is loaded 
with ammonium salts, which act as solvents on many of the precipitates to be obtained. 

936. The separation of Phoiphoric acid from bases is a part of the work of the- 
third group of metals, and is explained in 305 and 306. The removal of Boracic acid,. 
Oxalic acid, Silicic acid, is described in 808. 

The non-volatile Cyanogen acida can be separated from bases by digesting with 
potassium or sodium hydrate (not too strong, 684), adding potassium or sodium carbo- 
nate and digesting, and then filtering. The residue is examined for bases, by the usual 
systematic process. The solution (677 c) will contain the alkali salts of the cyanogen 
acids, and may contain metals whose hydroxides or carbonates are soluble in fixed alkali 
hydroxides. 

CONVERSION OF SOLIDS INTO LIQUIDS. 

937. Before the fluid reagents can be applied, solids must be reduced to liquids. To 
obtain a complete solution, the following steps must be observed : 

Firet, The solid, reduced to a fine powder, is boiled in ten times its quantity of 
"urater. Should a residue remain, it is allowed to subside, and the clear liquid poured 
off or separated by filtration. A drop or ttoo evaporated on glass, or clean and bright 
platinum foil, will give a residue, if any portion has dissolved. If a solution is obtained, 
the residue, if any, is exhausted, and well washed with hot water. 

Second. The residue, insoluble in water, is digested some time with hot hydrochlo- 
ric acid. (Observe 932.) The solid, if any remain, is separated by filtration, and 
washed, first with a little of this acid, then with water. The solution, with the wash- 
ings, is reserved. 

Third. The well- washed residue is next digested with hot nitric acid. Observe if 
there are vapors of nitrogen oxides, indicating that a metal or other body is being oxi- 
dized (718). Observe if sulphur separates (564). If any residue remains it is separated 
by filtration and washing, first with a little acid, then with water, and the solution re- 
served. 

Sometimes it does not matter which acid is used first. But if a first-group base be- 
present HNOs should be added first, for HCl would form an insoluble chloride. If the 
substance contain tin (especially an alloy of tin) HNOi would form insoluble meta- 
stannic acid, HioSnsOit, in which case HCl should be used first. 

Fourth, Should a residue remain it is to be digested with nitro-hydroohloric acid^ 
as directed for the other solvents. 

The acid solutions are to be evaporated nearly to dryness, and then redissolved in- 
water, acidulating, if necessary, to keep the substance in solution. 

Fifth. Should the substance under examination prove insoluble in acids, it is likely 
to be either a sulphate (of barium, strontium, or lead); a chloride, or bromide, of silver 
or lead ; a silicate or fiuoride — perhaps decomposed by sulphuric acid -<745) ; and it muet 
he fused with a fixed alkali carbonate^ when the constituents are transposed in such man- 
ner as to render them soluble. The watery solution of the fused mass will be found to- 
contain the acid; the residue, insoluble in water, the metal, now soluble in hydrochloric- 
or nitric acids (compare 823). 
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If more than one solution is obtained, by the sereral trials with solrents, the mate- 
rial contains more than one compound, and the solutions, as separated bj filtration, 
should be preserved separately, as above directed, and analyzed separately. The sepa- 
rcUe re9iUt8t in many cases, indicate the origindt combination of each metal. 

OONVBBSION OF SOLUTIONS INTO 80UD8 : Before solids in solution 
can be subjected to preliminary examination — either for metals or for acids — they must 
be obtained in the solid state. This is done by evaporation. 



BEMOVAL OF OBGAinC SUBSTAKCES. 

938. The methods of inorganic analysis do not provide against interference by or* 
ganic compounds; and, in general, it is impossible to conduct inorganic analysis in ma- 
terial containing organic bodies. The removal of the latter can be effected, 1st, by com- 
bustion at a red or white heat, with or without oxidizing reagents; 2d (in part), by ozi- 
dation with potassium chlorate and hydrochloric acid on the water-bath; 3d, by oxida- 
tion with nitric acid in presence of sulphuric acid, at a final temperature of the boiling 
point of the latter; 4th, by solvents of certain classes of organic substances; 5th, by 
Dialysis. These operations are conducted as follows: 

939. Combiustion at a red or white heat, of course, excludes analysis for mercury, 
arscnious and antimonious bodies (except as provided in 5d0), and ammonium. The last- 
named constituent can be identified from a portion of the material in presence of the 
•organic matter (45 and 705). If chlorides are present iron will be lost at temperatnres 
much above 100^ C, and potassium and sodium waste notably at a white heat, and 
slightly at a full red heat. Certain acids will be expelled, and oxidizing agents re<luce<l. 

The material is thoroughly dried and then heated in a porcelain or platinum cruci- 
ble, at first gently. It will blacken, by separation of the carbon of the organic com- 
pounds. The ignition is continued until the black color of the carbon has disappeared- 
In special cases of analysis, it is only necessary to char the material ; then pulverize it, 
<iigest with the suitable solvents, and filter; but this method does not give assurance of 
full separation of all substances. Complete combustion, without use of oxidizing agents, 
is the way most secure against loss, and entailing least change of the material; it is, how- 
ever, sometimes very slow. The operation may be hastened, with oxidation of all mate- 
rials, by addition of nitric acid, or of ammonium nitrate. The material is first fully charred ; 
then allowed to cool till the finger can be held on the crucible ; enough nitric acid to 
moisten the mass is dropped from a glass rod upon it, the lid put on, and the heat of the 
water-bath continued until the mass is dry, when it may be very gradually raised to full 
heat. This addition may be repeated as necessary. The ammonium nitrate may be 
added, as a solid, in the same way. 

940. Oxidation mth potassium chlorate and hydrochloric acid on the water-bath does 
not wholly remove organic matter, but so far disintegrates and changes it that the fil- 
trate will give the group precipitates, pure enough for most tests. It does not vaporize 
any bases but ammonium, but of course oxidizes or chlorinates all constituents. It is es- 
pecially applicable to viscid liquids ; it may be followed by evaporation to dryness and 
ignition, according to 039. 

The material with about an equal portion of hydrochloric acid is wanned on the 
water-bath, and a minute portion of potassium chlorate is added at short intervals, stir- 
ring with a glass rod. This is continued until the mixture is wholly decolored and dis- 
solved. It is then evaporated to remove chlorine, diluted and filtered. If potassium 
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and chlorine are to be tested for, another portion may be treated with nitric acid, on the 
water-bath. The organic matter left from the action of the chlorine or tlie nitric acid 
may be sufficient to prevent the precipitation of aluminium and chromium in the third 
group of bases; so that a portion must be ignited. As to ai-senic and antimony, see 520. 

941. The action of sulphuric with nitric acid at a gradually increasing heai, leaves 
behind all the metals (not ammonium), with some loss of mercury and arsenic (and 
iron?) if chlorides are present in considerable quantity. In this, as in the operations be- 
fore-mentioned, volatile acids are lost — sulphides partly oxidized to sulphates, etc. 

The substance is placed in a tubulated retort, with about four parts of concentrated 
sulphuric acid, and gently heated until dissolved or mixed. A funnel is now placed in 
the tubule, and nitric acid added in small portions, gradually raising the heat, for about 
half an hour — so as to expel the chlorine, and not vaporize chlorides. The material is 
now transferred to a platinum dish, and heated until the sulphuric acid begins to vapor- 
ize. Then add small portions of nitric acid, at intervals, until the liquid ceases to darken 
by digestion, after a portion of nitric acid is expelled. Finally, evaporate off the sul- 
phuric acid, using the lowest possible heat at the close. 

942. The solvents used are chiefly ether for fatty matter, and alcohol or ether, or both 
successively, for resins. Instead of either of these, benzene may be used; and many fats 
and some resins may be dissolved in petroleum naphtha. It will be observed, that ether 
dissolves some metallic chlorides, and that alcohol dissolves various metallic salts. Be- 
fore the use of either of tliese solvents upon solid material, it should be thoroughly dried 
and pulverized. Fatty matter suspended in water solutions may be approximately re- 
moved by filtering through wet, close filters; also, by shaking with ether or benzene, and 
decanting the solvent after its separation. 

943. By Dialynis, the larger part of any ordinary inorganic substance can be ex- 
tracted in approximate purity from the greater number of organic substances in water 
solution. The degree of purity of the separated substance depends upon the kind of 
organic material. Thus, albuminoid compounds are almost fully rejected ; but saccha- 
rine compounds pass through the membrane quite as freely as some metallic salts. (Con- 
sult Watts* Dictionary, II. 316 ; III. 715.) 

• 

FBEUMnrARY EXAMINATION OF SOLIDS. 

944. Before proceeding to the analysis of a substance in the wet way, a careful study 
should usually be made of the reactions which the substance undergoes in the solid state, 
when subjected to a high heat, either alone or in the presence of certain reagents, before 
the blow-pipe, or in the flame of the Bunsen Burner. This examination in the dry way 
precedes that in the wet, and should be carried on systematically, following the plan laid 
down in the Tables, and noting carefully every change which the substance under in- 
vestigation undergoes, and if necessary making reference to some of the standard works 
on Blow-pipe Analysis. In order to understand fully the nature of these reactions, the 
student should first acquaint himself with the character of the different parts of the 
flame, and the use of the blow-pipe in producing the reducing and oxidizing flames. 

945. TJie flame of the candle, or of the gas-Jet, burning under ordinary circumstances, 
consists of three distinct parts : a dark nucleus or zone in the centre, surrounding the 
wick, consisting of unbumt gas — ^a luminous cone surrounding this nucleus, consisting 
of the gases in a state of incomplete combustion. Exterior to this is a thin, non-lumin- 
ous envelope, where, with a full supply of oxygen, complete combustion is taking place : 
here we find the hottest part of the flame. The non-luminous or outer part is called the 
oxidizing flame ; t(ie luminous part, consisting of carbon and unconsumed hydrocar- 
bons, is called the reducing flame. 
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946. Ths flame produced hy tlu Blow^pt Ss ^viiiL^ into two parts — the oxidizing 
flame, where there is an excess of oxygen, corresponding to the outer zone of the candle- 
flame, and the reducing flame, wiiere there is amexcess of carbon, corresponding to the 
inner zone of the candle-flame. Upon the student's skill in producing these flames, de- 
pend very largely the results in the use of the blow-pipe. 

In order to produce a good oxidizing flame, the jet of the blow-pipe is placed just 
within the flame, and a moderate blast applied— the air being thoroughly mixed with the 
gas, the inner blue flame, corresponding to the exterior part of the candle-flame, is pro- 
duced : the hottest and most effective part is just before the apex of the blue cone, 
where combustion is most complete. 

The rednoing flame is produced by placing the blow-pipe just at the edge of tho 
flame, a little above the slit, and directing the blast of air a little higher than for 
the oxidizing flame. The flame assumes the shape of a non-luminous cone, surrounded 
by a pale-blue mantle ; the most active part of the flame is somewhat beyond the apex of 
the luminous cone. 

947. The blast with the blow-pipe is not produced by the lungs, but by the action of 
the muscles of the cheek alone. In order to obtain a better knowledge of the manage- 
ment of the flame, and to practise in producing a good reducing flame, it is well to fuse 
a small grain of metallic tin upon charcoal, and raising to a high heat endeavor to pre- 
vent its oxidation, and keep its surface bright ; or better, perhaps, to dissolve a speck of 
manganese dioxide in the borax bead on platinum wire — the bead becoming amethyst- 
red in the outer flame and colorless in the reducing flame. The beginner should work 
only with substances of a known composition, and not attempt the analysis of unknown 
complex substances, until he has made himself perfectly familiar with the reactions of at 
least the mo^ frequently occurring elements. 

The amount of substance taken for analysis should not be too large ; a quantity of 
about the bnlk of a riustard-seeil being, in most cases, quite sufficient. 

The physical properties of the substance under examination are to be first noted— 
such as color, structure, odor, lustre, density, etc 

Heating in Glass Tube Closed at One End. 

948. The substance, in fragments or in the form of a powder, is introduced into a 
small glass tube, sealed at one end, or into a small matrass, and heat applied gently, 
gradually raising it to redness, if necessary with the aid of the blow-pipe. When the 
substance is in the form of a powder it is more easily introduced into the tube by placing 
the powder in a narrow strip of paper, folded lengthwise in the shape of a trough ; the 
paper is now inserted into the tube held horizontally, the whole broue^ht to a vertical posi- 
tion, and the paper withdrawn ; in this way the powder is all deposited at the bottom nf 
the tube. By this treatment in the glass tube, we are first to notice whether the sul>- 
stance undergoes a change, and whether this change occurs with or without decomposi- 
tion. The sublimates, which may be formed in the upper part of the tube, are especially 
to be noted. Escaping gases or vapors should be tested as to their alkalinity or acidity, 
by small strips of red and blue litmus inserted in the neck of the tube. 

Heat in Glass Tube Open at Both Ends. 

949. The substance is inserted into a glass tube from two to three Indies long, about 
ono iiioh from the end — at which point a bend is sometimes made ; heat is applied gently 
«t first, the force of the air-current passing through the tube being regulated by inclin- 
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tng the tube at difierent angles. Many substances undergoing no change in the closed 
tube, absorb oxygen, and yield volatile acids or metallic oxides. As in the previous 
<»se, the nature of the sublimate and the odor of the escaping gas are particularly to be 
noted. The reactions of sulphur, arsenic, antimony, and selenium, are very character- 
istic ; these metals, if present, are generally easily detected in this way. 

Heat in the Blow-pipe Flame on CharcoaL 

960. For this test, a well-burned piece of charcoal is selected, and a small cavity 
made in that side of t)ie coal showing the annular rings ; a small fragment of the sub- 
stance is placed in the cavity, and, if the substance be a powder, it may be moistened 
with a drop of water. The coal is held horizontally, and the flame made to play upon 
the assay at an angle of about twenty-five degrees. The substlince is brought to a mode- 
rate heat, and finally to intense ignition. Any escaping gases are to be tested for their 
odor ; the change of color which the substance undergoes, and the nature and color of 
the coating which may form near the assay, are also to be carefully noted. Some sub- 
stances, as lead, ihay be detected at once by the nature of the coating. 

Ignition of the Substance previously Moistened with a Drop of Cobalt 

Nitrate. 

961. This test may be effected either by heating on charcoal, in the loop of platinum 
wire, or in the platinum-pointed forceps. A portion of the substance is moistened with 
a -drop of the reagent, and exposed to the action of the outer flame. When the substance 
is in fragments, and porous enough to absorb the cobalt solution, it may be held in the 
platinum- pointed forceps, and ignfted. The color is to be noted after fusion. This test 
is rather limited; Aluminium, Zinc, and Magnesium giving the most characteristic re- 
actions. 



Fusion with Sodium Carbonate on CharcoaL 

962. The powdered substance to be tested is mixed with the Soda, moistened, and 
placed in the cavity of the coal. Some substances form, with soda at a high heat, fusible 
compounds — others infusible. Many bodies, as silicates, require fusion with alkali car- 
bonate before they can be tested in the wet way. Many metallic oxides are reduced to 
metal, forming globules, which may be easily detected. 

When this test is applied for the detection of sulphates and sulphides, the flame of 
the alcohol-lamp is to be substituted for that of the gas-flame, as the latter generally 
contains sulphur compounds. 

Examination of the Color which may be imparted to the Outer Flame. 

963. In this way many substances may be definitely detected. The test may be ap- 
plied either on charcoal or on the loop of platinum wire — preferably in the latter way. 
When the substance will admit a small fragment is placed in the loop of the platinum 
wire, or held in the platinum-pointed forceps,, and the point of the blue flame directed 
upon it. If the substance is a powder it may be made into a paste with a drop of water, 
and placed in the cavity of the charcoal, the flame being directed horizontally across tlic 
coaU The color which the substance imparts to the outer flame in either case is noted. 
In most cases the flame of the Bunsen Burner alone will suffice; the substance being 
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heated in the loop of platinum wire — ^which, in all cases, should be first dipped in hydro- 
chloric acid, and ignited, in order to secure against the presence of foreign substances. 
Those salts which are more volatile at the temperature of the flame, as a rule give the 
most intense coloration. When two or more substances are found together, it is some- 
times the case that one of them masks the color of all the others — the bright yellow flame 
of Sodium, when present in excess, generally veiling the flame of the other elements. 
In order to obviate this, Bunsen has furnished us a method,* by the use of colored media 
(stained glasses, indigo solution, etc.) The appearance of the flame of various bodies, 
when viewed through these media, enables us often to detect very small quantities of 
them in the presence of large quantities of other substances. 



Treatment of the Substance with Borax and Kicrocosmic Salt. 

964. This is best effected in the loop of platinum wire. This is heated and dipped into 
the borax or salt of phosphorus, and heated to a colorless bead: a small quantity of the 
substance under examination is now brought in contact with the hot bead, and heated, 
in both the oxidizing and reducing flames. Any reaction which takes place during the 
heating must be noticed; most of the metallic oxides are dissolved in the bead, and form 
a colored glass, the color of which is to be observed, both while hot and cold. The color 
of the bead varies in intensity, according to the amount of the substance used ; a very 
small quantity will, in most cases, suffice. Certain bodies, as the alkaline earths, dis- 
solve in borax, forming beads which, up to a certain degree of saturation, are clear. 
When these beads are brought into the reducing flame, and an intermittent blast used, 
they become opaque. This operation is called flaming. 

As reducing agents, certain metals are employed in the bead of borax or salt of phos- 
phorus. For this purpose Tin is generally chosen — ^Lead and Silver being taken in some 
cases. These metals cannot be used in the loop of platinum wire, as they will alloy the 
platinum. The beads are first formed in the loop of wire ; then, while hot. shaken oif 
into a porcelain dish, several being so obtained. A number of these are now taken on 
charcoal and fused into a large bead, which is charged with the substance to be tested, 
and then with the tin or other metal. For this purpose tin foil (or lead foil) is pre- 
viously cut in strips half an inch wide, and the strips rolled into rods. The end of the 
rod is touched to the hot bead to obtain as much of the metal as required. Lead may be 
added as precipitated lead (** proof-lead "), and silver as precipitated silver. By aid of tin 
in the bead, cuprous oxide, ferrous oxi^le, and metallic antimony are obtained and other 
reductions effected, as directed in 848 and elsewhere. 



* For a fall ftcconnt of the method of a&Alysls by flame reactions and colored media, enggested by 
Cartmell ; and by films on porcelain, as developed by Bunsbn ; consult WatU^ XHc(., let Sapplement, 
p. 125 ; also Ftattner^t Manual, Blow-pipe Anal.^ Richter, N. Y. 
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TREATMENT OF A METAI. OB AN ALLOY.* 

9S7. On account of the different effect that Nitric Acid has upon the uncombined 
metals, it is used as a solvent in their detection. Thus : 
Oold and PlcUinum are not attacked by Nitric Acid. 

Tin and Antimony are oxidized and converted into compounds that are insoluble 
both in water and an excess of the acid. 

6Sb + lOHNO, = 3Sb,0» + lONO 4- 5H,0 
15Sn -h 20HNO, -h 5B,0 = 8H,»Sii»Oi» + 20KO 
All the other metaU are oxidized and converted into compounds that dissolve either 
in water or an excess of the acid; e.g.: 

8Fb + 8HNO. r= 8Fb(NO.)« + 2NO + 4B,0 
Bi 4- 4HNO« =: Bl(NOi), + NO + 2HtO 



Method of Proeedure,\ 

Place a small quantity of the metal or alloy, about equal in bulk to a pea, having 
previously obtained it in as finely divided a state as possible, in an evaporating-dish, or 
any suitable vessel, cover well with Nitric Acid, fp. gr. 1.20, and apply heat. Continue 
the application of heat, replacing from time to time the acid lost by evaporation, until 
the metal or alloy is dissolved or wholly disintegrated. 

If complete solution takes place immediately, pass on to A. 

If a residue remains decant the liquid portion upon a filter; again add Nitric Acid to 
the residue, heat, and again decant upon the same filter. Then thoroughly wash with hot 
water, either by boiling with water and decanting, or by transferring the whole to and 
pouring hot water through the filter. Add the first portions of the hot- water filtrate to 
the Nitric Acid filtrate already obtained, and treat the mixture as directed in A, after 
having, first, evaporated a drop or two on platinum foil, to ascertain whether anything 
has really been dissolved. 

Treat the residue as directed in B, 



A.—The Nitric Acid Solution, 

This solution may contain any of the metals, except those mentioned under B. 

If the Nitric Acid has effected a whole or partial solution of the original metal or 
alloy, evaporate almost to dryness to remove excess of acid, add about ten times its bulk 
of water, and proceed with the separation and detection of the metals in the regular 
way. 

Should the concentrated liquid become turbid when diluted with water, the presence 
of bismuth is indicated. In this case enough acid must be added to clear up the so- 
lution 4 

^ This eectton is furnished by J. W. Baird, A.M., Professor of Analytical Chemistry in the Massachn- 
setts College of Pharmacy, recently Instructor in Assaying and Qualitative Analysis in Lehigh UniTersity. 

t When gold or platinum constitutes more than one-quarter of the alloy, Nitric Acid fails to extract the 
whole of the base metals that otherwise are readily soluble. In such a case the amount of gold or platinum 
must be reduced to at least 25 per cent, by fusing the alloy with the requisite amount of that base metal 
whose absence is surely known. 

X Arsenic, if present in the oriq^inal alloy, now exists in the form of Arflenic Add, the precipitation of 
which requires heat and long-continued passage of HgS. 



Treatment of a Metal or an Allot, 293 

B. — The Aeaidue Inwluble in Nitric Add. 

This may contain gold and platinum in their metallic forms, and tin * and anti- 
mony* in the formal metastannic and antimonic acids. The separation of the two 
former from the two latter depends upon the fact that the metastannic and antimonic 
acids are soluble in hydrochloric acid, forming Sn01« and Sb01». 

Digest, therefore, the well-washed residue in concentrated hydrochloric acid at a 
boiling temperature for from 5 to 10 minutes; then add at once an equal volume of water 
(to take the SnOl4 into solution), and bring to the boiling point. 

If gold or platinum existed in the original metal or alloy it will now be found in the 
form of a dark-brown or black powder or mass, insoluble in the hydrochloric acid. If 
such a residue exists, decant while Ao/, again add hydrochloric acid, heat, and again de- 
cant. 

The Hydrochloric Acid Solution. 

This solution may have a turbid appearance, especially when cold, due to the action 
of the water upon tlie 8bCl»; but without filtering proceed with the separation and de- 
tection of the tin and atitimony by the usual process. f 



Tlie Dark'Colored Residue, 

Add, after wasliing, two volumes of hydrochloric and one of nitric acid; evaporate 
almost or quite to dryness, dissolve in a small quantity of water (to obtain a concentrated 
solution), and divide into two portions. 

The gold and platinum have been dissolved by the aqua-regia formed, and now exist 
as auric and platinic chlorides. 

First Portion — Test for Gold, 

Dilute with at least ten times its bulk of water; add a drop or two of a mixture of 
stannous and stannic chlondes ; a purple or brownish-red precipitate (or coloration), 
purple of cassius, constitutes the test for gold. 

A convenient way of preparing this mixture of stannous and stannic chlorides is to 
(a) Add a few drops of chlorine- water to a solution of stannous chloride ; or 
(6) Add to a small quantity of stannous chloride enough ferric chloride to produce a 
faint coloration. 

Second Portion — Teat for Platinum, 

Add, without dilution, an equal volume of a strong solution of ammonium chloride. 
The formation, either at first or on standing, of a lemon-yellow crystalline precipitate, 
consisting of the double chloride of platinum and ammonium — (NH401)aPtOl4'— consti- 
tutes the test for platinum. 

Addition of alcohol favors the precipitation. 

If the proportion of platinum is very small, the mixture, after ammonium chloride 
has been added, should be evaporated to dryness on a water-bath and the residue treated 
with dilute alcohol. The ammonium platinic chloride remains behind as a yellow crys- 
talline powder. 

• Traces may sometimes be dissolved. 

t Arsenic must be looked for in this as well as in the nitric acid solution. For when the alloy contains 
arsenic, part of it will combine with the antimony and tin, and be held in the residue. 
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308 Solubilities of Metallic Salts. 

SOLUBXZilTXBB OF THB SAXiTS OF SACB ACID. 

969. Conoerning salts insoluble in water, it is stated hj what acids they are 
po8«d, and from this it will be seen by what acids they may be dissolved, ix., changed 
to compounds soluble in water. As to the solution of salts insoluble in water (and acids) 
by decomposition with alkaUes, see 828. For more specific statements as to decomposing 
and dissolving agents, refer to the descriptions of the acids in question in the text. 

Ao«UtM, All iolubU in water; Silver and Mercurous are sparingly soluble. 

Ananataa. Closely resemble the (ortho)phosphates, both in solubilities and in transpo- 
sition with acids. 

Ananltaa. 7%ose of the Alkali bcues are soluble. Those of Barium and Strontium* 
sparingly soluble ; the others are insoluble in water, but transposed by dilute 
acids. 

Boratai. 0/Uy those of the Alkali bases are freely soluble in wUer ; many of the others 
being slightly soluble. They are transpoeed by all acids^ except earbcuic. Some 
of the metals form non-normal borates. 

Bromfttaa. All soluble in water ; Silver, Lead, and Mercurous, sparingly soluble. 

Bromidaa. Silver, Lead, and Mercurous, insoluble ; Mercuric, sparingly soluble ; Bis- 
muth, instable ; aU others soluble in water. The bromides insoluble in water are 
scarcely transposed with sulphuric acid, or with dilute nitric acid (698). 

Oarboaataa. I%ose of the Alkali bases only are soluble in water. The acid carbonates 
less abundantly than the normal. Most of the others are made slightly soluble by 
free carbonic acid. Carbonates are transposed by all adds, except hydrosnlphuric 
and hydrocyanic. The pseudo-triads do not form carbonates ; some other heavy 
metals form basic carbonates in the wet way. 

Ohlorataa. All soluble in ufater. Potassium chlorate but moderately soluble. 

Ohloridaa. Silver and Mercurous, insoluble; Lead, slightly soluble; aU others soluble in 
water; antimonious, stannous and bismuth, soluble in acidulatetl water. 

Ohromatas. Those of the bases of the Alkalies, and Magnesium, Calcium, and Zinc, 
are soluble in water; Strontium and Mercuric, sparingly soluble; nearly all others 
insoluble. Iron, Manganese, and Copper form chromates not normal— some of 
which are soluble in water, but chiefly instable in solution. 

Oitratai. Those of the Alkali bases are freely soluble in water ; of Iron, Copper, and 
Zinc, moderately soluble; the other {single) citrates, mostly insoluble ; the double 
citrates mostly soluble. The insoluble citrates are transposed by dilute mineral 
acids. 

Oyanldea. Mostly insoluble in water; except those of the Alkali and Alkaline earth 
metals, and double cyanides containing these. Barium cyanide is sparingly soluble. 
Cyanides are trafif^posed by nearly all acids, even when dilute. 

Fanioyaiildas. Those of the Alkali and Alkaline earth bases are soluble in water; that 
of Barium, sparingly. A considerable number of the others are insoluble in water, 
and certain of the bases do not form ferricyanides. See 693. They differ as to 
transposition with acids, but those insoluble are transposed by alkalies. 

F ai ro oya nidaa. Those of the Alkali bases arid of Magnesium, Calcium (not the potassio 
calcium), and Strontium are soluble in water. See 689. Those insoluble differ as 
to transposition by acids, but are transposed by alkalies. 

Flnorides. Those of the Alkali bases are freely soluble in water; tliose of the Alkaline 
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earth metals insoluble ; of Copper, Bismuth, Cadmium, Ferricum, and Zinc, 
sparingly soluble ; Silver, Tin, and Mercuric, soluble. The insoluble fluorides are 
transposed by strong sulphuric acid, and less easily by hydrochloric and nitric 
acids. 

H3rpochlorite8. AU soluble in tocUer, (Decomposed by all acids.) 

H3rpophoaphita8. All soluble in water, (Decomposed by nearly all acids.) 

lodates. Only those of the Alkali bases are freely soluble; the others insoluble, or 
sparingly soluble. Calcium, sparingly soluble ; Barium, Silver, and Lead, insolu- 
ble. Transposed by moderately dilute mineral acids — ^those of Silver and Lead by 
nitric acid not dilute. 

iodides. Silver, Lead, M!brcurous, Mercuric (and Palladous), insoluble in water. Bis- 
muth, and to some extent Copper iodides, are decomposed by water without solu- 
tion. The others are soluble* The insoluble Iodides are transposed with diffi- 
culty, or not at all, by sulphuric acid or nitric acid. (894.) 

Nitrates. All- soluble in water. 

Nitrites. All soluble in wafer ; Silver, sparingly. 

Nitrophenates. All soluble in toaier; Potassium, Ammonium, and Lithium, very 
sparingly ; most others, more freely. 

Oxalates of the Alkali bases are soluble; Chromium and Stannic oxalates, soluble ; 
Magnesium and Ferric oxalates, sparingly soluble; the others chiefly insoluble or 
slightly soluble. Transposed by sulphuric, hydrochloric, and nitric acids, not by 
acetic. 

Pennanganates. AU soluble m water; Silver, sparingly. A number of the bases de- 
compose the acid radical.^ 

PliOBphates(ortho-). Of the di- and tri-metallic salts, only those of the ordinary Alkali 
bases are soluble in water, (Lithium, insoluble.) Those two-thirds hydric (''acid 
phosphates") are all soluble in water, to some extent. Acetic acid transposes most 
of the insoluble phosphates, except those of Iron, Aluminium, and Lead ; and 
dilute hydrochloric, nitric, and sulphuric acids transpose all phosphates (partly or 
wholly, 761). 

Pyrophosphates are insoluble in water, except those of the common Alkali bases. They 
are scarcely at all transposed by acetic acid, but yield their bases to the stronger 
acid radicals. 

Metaphosphates of the common Alkali bases, only, are soluble in water. They are not 
transposed with acetic acid, and some of them not readily by other acids when 
dilute. 

Silioates. Those of the Fixed Alkali bctses, only, are soluble in water. These, in solu- 
tion, are transposed by all acids. Of the silicates insoluble in water, many are 
transposed with hydrochloric or sulphuric acid, but the larger number of the 
natural silicates resist acids. All are decomposed by hydrofluoric acid, and by the 
fixed alkalies. 

Snlphates. Those of Barium, Lead, Strontium, Calcium, are insoluble in water, the 
last-named being slightly soluble. Argentic and Mercurous sulphates are spar- 
ingly soluble. Mercuric, Antimonious, and Bismuth sulphates require acidulated 
water for solution. All others are soluble in water. Sulphates are not transposed 
with acids, at ordinary temperatures. 

Sulphites. Those of the Alkali bases are soluble ; all others insoluble, or very sparingly 
soluble in water. Those of the Alkaline earth metals are somewhat soluble in 
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solution of sulphurous acid. All sulphites are transposed hj acetic and the mine* 
ral acids. 

Bnlphldaa. Of the bases of the Alkalies and Alkaline earths, soluble; the others insolu- 
ble in water. The earth metals do not form sulphides. Sulphides of the third- 
pt>up metals are transposeil with dilute acids; those of the second group metal> 
(exce[)t Mercur}*), transposed or decomposed by hydrochloric, nitric, and sulphuric 
acids. 

Thiooyanataa. Those of Alkali and Alkaline earth bases, and of Iron, Manganese, 
Zinc, Cobalt, and Copper, are solubU in water. Mercuric, sparingly soluble. 
The others are transposed by dilute acids. 

Taztrataa. Those of the Alkali bases are soluble in water, the acid tartrates of Potas- 
sium, Ammonium, Rubidium, and Ciesium but sparingly soluble. Manganous, 
Ferric, Cobalt, Stannous, and Antimonious tartrates are soluble; Calcium tartrate, 
slightly soluble. The other tartrates, not soluble in water, are mostly somewhat 
soluble in solution of tartaric acid, and mostly soluble in solutions of Alkalies (as 
double tartrates) ; also transposed by the mineral acids. 

Thiotolphataa. All soluble in water ; those of Barium, Lead, and Silver sparingly 
soluble in water, but made soluble as double salts. Decomposed by aU a<kds, 786. 
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reagents; 



[Aq. = BsO as crystallization water.] 

971. Afild, Ac«tio, H(OsBaOs). Sp. grav. 1.04. 30 p.c. acid. 

Hydroohloiio, Hd. Sp. gray. 1.12. 24 p.c. acid. 

Hydroralphnzio, H«S. Water saturated with the acid (777). 

Hydroflnoidlioio, (HF),8iF«. (741.) 

Nitrio, HNO>. Sp. grav. 1.2 (32 p.c. acid). 

Nitro-hydroohlorio, NOOli + OL About one part of ooncentrated Nitrie 
to 8 parts of Hydrochloric acid. 

Nitrophraio, HO.H,(MO,),0. (728.) 

Oxalio, H«0i04. 2 aq. Crystals dissolved in 10 parts of water. 

Sulphiulo, Hf804. Concentrated, sp. grar. 1.848. 

Tartaric, Hs(04H40«). Crystals dissolved in 3 parts of water. 

Ohlorine-Water, OL Water saturated with chlorine (833). 

JUoohol, OiH«0. Sp. grav. .815. About 95 p.c. 

Ammonimn Chloride, NH«01. One part crystallized salt in 8 parts of water. 

Ammonium Carbonate, (NH4)tCOt. One part of crystallized ^It in 4 parts water, with 
one part of solution of Ammonia. As a solvent for arsenious sulphide, the reagent 
is prepared without the addition of solution of ammonia, (NH4)4Hs(COB)a. 

Ammonium Hydrosdde, NH4OH. Sp. grav. .06. 10 p.c. NHb. 

Ammonium Molybdate, (NH4)«Mo04. Solution in Nitric acid. 

Ammonium Sulphide, (NH4)s8, colorle.<)s; (NH4)sBt or NH4H8, yellow; solution of 
ammonia, treated with hydrosulphuric acid. 

iUnmonium Oxalate, (NH4)sC,04. One part of the crystallized salt (aq.) in 24 parts of 
water. 

Barium Chloride, BaCls. One part of the crystallized salt (2 aq.) to 10 parts of water. 

Barium Carbonate, BaCOs. (103.) 

Barium Hy^roadde, Ba(OH)s. A saturated water solution (88). 

Barium Nitrate, Ba(NOs)i. One part to 15 of water. 

Oaloiiim Chloride, CaClt. One part salt (6 aq.) dissolved in 8 parts of water. 

Calcium Hydroxide, Ca(OH)f . A saturated water solution (181), also the dry solid. 

* In the greater nnmber of cases, reagents should be ** chemically pore.'" Different uses require dif- 
ferent degrees of purity. An article of sodium hydroxide contaminated with chloride may be used in some 
operatiouB; not in others. Those who have had training in analysis can do without specific directions^ 
which cannot be made to cover all circumstances ; and the beginner must depend on others for the selectioa 

of zeagents. 

812 
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Oalcinm Sulphate, OaSOi. A saturated water solntion (88). 
Carbon Diralphide, OSt. (873.) 

CobaltouB Nitrate, Oo(NOi)i. One part crystallized salt (5 aq.) dissolved in 8 parts of 

water. 
Oopper Sulphate, OUSO4. One part of the crystallized salt (6 aq.) in 8 parts of water. 

Sther, (OsHft)aO. 8p. grav. not over .728 — containing not over 5 p.c. alcohol. 

Ferrous Sulphate, FeSOi. One part crystallized (7 aq.) in 5 parts of water. 

Fezxio Chloride, FesCl«. One part of the solid salt (6 aq.) to 15 parts of water. 

Gold Chloride, AuCli. Prepared by dissolving pure gold — which may be obtained by^ 
precipitation with Oxalic acid — in nitro-hydrochloric acid, evaporating to dryness on 
the water-bath, and dissolving in water. 

Zjead Acetate, Fb(CaHs02)a. One part of the crystallized salt (3 aq.) dissolved in 10> 
parts of water. 

Magnesium Sulphate, MgS04. One part of the crystallized salt (7 aq.) to 10 parts of 
water. 

Mercurio Chloride, Hgda. One part of the crystallized salt in 16 parts of water. 

Merouroua Nitrate, Hg9(NOt)t. One part of the crystallized salt (2 aq.) dissolved in 20* 
parts of water, acidulated with one part nitric acid, or prepared by dissolving mer- 
cury. 

Palladoua Chloride, Fddi. One part of the salt to 20 of water. 

Potassium Chromate, KaCrOi. One part dissolved in 10 parts of water. 

Potaasium Diohromate, KaOrsOT. One part dissolved in 10 parts of water. 

Potaaaium Chlorate, EClOa. The crystallized salt. 

Potaaaium Cyanide, KCN. One part dissolved in 4 parts of water. 

Potassium Ferrooyanlde, K4Fe(CN)c. One part of the crystallized salt (3 aq.) dissolved 
in 12 parts of water. 

Potassium Feixic3ranide, K6Fea(CN)ia. One part dissolved in 12 parts of water. 

Potassium Iodide, BX One part dissolved in 20 parts of water. 

Potassium Mercurio Iodide. Nessler's Solution. Dissolve 8.5 grams of EI in 10 c.c. 
of water ; dissolve 1.6 grams of HgCla in 30 c.c. of water; add the mercury solution 
gradually, and with constant stirring, to the potassium iodide solution, until the- 
precipitate ceases to be redissolved ; then add 60 c.c. Potassium hydroxide solution 
and filter. Keep in small bottle, well stoppered. 

Potassium Nitrate, ENOa. The crystallized salt. 

Potassium Metantimonate, ESbOs. (514.) 

Potassium Thiocyanate, ECNS. One part dissolved in 12 parts of water. 

Potassium Hydrogen Sulphate, EHSO4. 

Potassium Sulphate, EaS04. One part dissolved in 12 parts of water. 

Platinio Chloride, PtCl4. One part to 10 parts of water. Also prepared by dissolving- 
the scrap-metal in nitro-hydrochloric acid, and purifying by precipitation with am- 
monic chloride, dissolving again in the same acid, and evaporating to dryness. 

Sodium Acetate, Na(CaHaOa). One part crystallized salt (3 aq.) to 5 of water. 

Sodium Carbonate, NaaCOa. The dry salt. Also a solution of the crystals (10 aq.) in 
5 parts of water. 

Sodium Diborate, NaaO(BaOa)a. The crystallized salt (10 aq.), or dried. 
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Sodium Hydrozida, NaOEL Solation in 9 parts of water. 

Sodinin Thlosnlphata, NatSiOa 5HtO. (Hyposulphite.) One part of the salt in 40 
parts of water. 

Sodinm Hypochlorite, NaOlO. Agitate one part of good bleacbing-powder with ten 
parts of water; add solution of sodium carbonate as long as a precipitate is formed; 
allow the solid matter to subside, and siphon off. 

Sodimn Fhoaphate, NaBHP04. (Diaodium hydrogen phosphate.) One part of the crys- 
tallized salt (12 aq.) in 10 parts of water. 

Sodium Phosphomolybdato. (604.) 

Sodium 8uli»hid«, NatS. One part of the solution of soda saturated with Hydrosol- 
phnric acid, to one part unchanged soda solution. 

Sodium Sulphite, NatSOa. One part of the salt to 6 parts of water. 

Silrar Nitrate, AgNOa. One part crystallized salt in 20 parts of water. 

Stannous Ohloxide, Sn01«. One part of the crystallized salt (2 aq.) in 6 parts of water, 
acidulated with hydrochloric acid (529). 

Strontium Sulphate, SrS04. A saturated water solution (88). 

Zlao, Zn. The granulated metal should be platinized acooiding to 288. 
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